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Preparaliion of preparing subsliituted indanones 

The present invention relates to a simple and economically 
5 interesting process for preparing substituted indanones. 

Substituted indanones are important intermediates for preparing 
active compounds in the fields of pharmacy and crop protection 
(cf. S.J. deSolms et al., J. Med. Chem. , 1978, 21, 437) and for 

10 preparing' metallocene complexes (cf. Chemie in unserer 2eit, 

1994, 28, 204, 205). In particular, substituted indanones can be 
used to prepare bridged chiral inetallccenes which are of great 
importance as highly active catalysts in olefin polymerization 
(cf. EP-A 129 368). The catalyst properties can be influenced in 

15 a targeted manner by variation of the ligand system, eg. by 
substitution. This makes it possible to achieve the desired 
degree of change in the polymer yield, the tacticity or the 
melting point of the polymers (New J. Chem. , 1990, 14, 499; 
Organomet., 1990, 9, 3098; Angew. Chem., 1990, 102, 339; 

20 EP-A 316 155; EP-A 351 392). Bridged zirconocenes containing, as 
Ji ligands, substituted indenyl radicals which bear the bridge in 
position 1, preferably a hydrocarbon radical in position 2 and a 
hydrocarbon radical, preferably an aryl radical, in position 4 
have been found to be particularly active and stereoselective 

25 catalyst systems (EP 0 576 970 Al ; EP 0 629 632 A2 ) . The ligand 
systems used for these highly active metallocenes are prepared 
from the corresponding indenes which are in turn obtained from 
indanones which are substituted in the appropriate positions 
(EP 0 576 970 Al ; EP 0 629 632 A2 ) . These indanones are 

30 synthesized from commercially available precursors or precursors 
known in the literature, for excunple as follows: 



EP 0. 576 970 Al : 




45 



The 2-methyl-4-phenylindanone is converted into the corresponding 
indene, for example by reduction of the ketone function to the 
alcohol and subsequent dehydration. 



# 
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EP 0 629 632 A2 : 



10 



15 



20 



25 



30 





The three synthetic routes shown by way of example go through 2-, 
4-substituted indanones which have in each case been obtained by 
Friedel-Crafts cyclization of the corresponding 3-arylpropionic 
acids. The syntheses are multistage processes in which relatively 
40 expensive starting compounds are used. Furthermore, in the 
syntheses disclosed in EP 0 629 632, the introduction of a 
protective group cannot be avoided. The processes shown are thus 
very costly routes • 



45 



• 
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It is therefore an object of the present invention to find a - 
simple, flexible, inexpensive process for preparing substituted 
indanones which are important intermediates for preparing active 
compounds and metallocene complexes. 

^ we have now surprisingly found that substituted indanones which 
contain a leaving group can be used to prepare, in a sample 
manner, other indanones which can be used, inter alia, for 
preparing active compounds and metallocene complexes. 

The present invention accordingly provides a process for the 
preparation of indanones of the formula II from indanones of the 
formula I or of indanones of the formula Ila from indanones of 
the formula la 




20 2^ ^>r^ Tg 



25 



30 





( la ) ( Ila ) 



which comprises reacting an indanone of the formula I or la with 
a coupling component, where, in the formulae I, la, II and Ila, 

Ri is a Cx-C4o-group such as a Ci-C4o-hydrocarbon group which is 
bound via a carbon atom and may bear one or more identical or 
different heteroatom-containing radicals as substituents , eg. a 
linear, branched or cyclic Ci-Cjo-alkyl group which may bear one 

40 or more identical or different halogen, OH, OR^, SR^NR^j-, V^^t- , 
-SiR23 or -OSiR23 substituents, a Ce-Czz-aryl group which may bear 
one or more identical or different halogen, OH, 0R2, SR^NR^j-, 
PR22-, -siR23 or -OSiR23 substituents, a Cv-Cjo-alkylaryl group or 
a C7-C2o-arylalkyl group, where the alkyl part may bear one or 

45 more identical or different halogen, OH, 0R2, SR^NRSj-, PR^j-, 
-SiR23 or -OSiR23 substituents and the aryl part may bear one or 
more identical or different halogen, OH, 0R2, SR^NRZz-, PR^z-, 
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-SiR23 or -OSiR^a substituents, a Cz-Cio-alkenyl group which may 
bear one or more identical or different halogen, OH, Or2, 
SR2NR22-. -SiR23 or -OSiR23 substituents , a Ca-Czo-alkynyl 

group which may bear one or more identical or different halogen, 
5 OH, OR2, SR2NR22-, PR22-, -SiRSj or -OSiR23 substituents, a 

C8-Ci2-arylalkenyl group, where the alkenyl part may bear one or 
more identical or different halogen, OH, 0R2, SR2kr22-, PR22-, 
-SiR23 or -OSiR23 substituents and the aryl part may bear one or 
more identical or different halogen, OH, 0R2 , SR2nr22-, pr22-, 

10 -SiR23 or -OSiR23 substituents, 

or Ri is an 0R2, SR2, NR22, PR22, SiRZj or OSiR23 group, where r2 
are identical or different and are each a Ci-C2o-hydrocarbon group 
such as a Ci-Cio-alkyl group or Ce-Ci^-aryl group which may each 
bear one or more identical or different halogen, OH, 0R2, 

15 SR2NR22-, PR22-, -SiR23 or -OSLkH substituents or two radicals R 
may be joined to form a ring system, 

or Ri is a Ci-C2o-heterocyclic group which is bound via a carbon 
atom and may in turn bear Ci-Czo-radicals or heteroatoms as 
substituents, ^ 

20 X is a leaving group such as a diazonium group, a halogen atom or 
a C1-C40-, preferably Ci-Cio-group which is bound via a heteroatom 
such as an atom of Group 13, 14, 15 or 16 of the Periodic Table 
of the Elements, eg. boron, silicon, tin, oxygen or sulfur, for 
example Ci-C40-alkylsulfonate, Ci-C^o-haloalkylsulf onate, 

25 C6-C4o-arylsulfonate, C6-C40-haloarylsulf onate , C7-C4o-arylalkyl 
sulfonate, C7-C4o-haloarylalkylsulf onate, Ci-C4o-alkylcarboxylate, 
Ci-C4o-haloalkylcarboxylate, C6-C4o-arylcarboxylate, C6-C4o-halo 
arylcarboxylate, c,-C4o-arylalkylcarboxylate , C7-C4 0-haloarylalkyl- 
carboxylate, formate, Ci-C40-alkyl carbonate, Ci-C40-haloalkyl 

30 carbonate, Ce-C4o-aryl carbonate, C6-C40-haloaryl carbonate, 
C7-C4o-arylalkyl carbonate, C7-C40-haloarylalkyl carbonate, 
Ci-C4o-alkyl phosphonate, Ci-C40-haloalkyl phosphonate, C6-C4o-aryl 
phosphonate, C6-C40-haloaryl phosphonate, C7-C40-arylalkyl 
phosphonate or C7-C4o-haloarylalkyl phosphonate, 

" r3 is a Ci-C4o-hydrocarbon group which is bound via a carbon atom 
and may bear one or more identical or different 
heteroatom-containing radicals as substituents, for example a 
linear, branched or cyclic Ci-C20-alkyl group which may bear one 

40 or more identical or different halogen, OH, 0R2, SR2, NR2,_, -pn 2-, 
.SiR23 or -OSiR23 substituents, a Ce-C^z-aryl group which may bear 
one or more identical or different halogen, 0R2, SR2, NR22-, NH2, 
-N2H3, NO2, CN, CO2R2, CHO, COR2, PR22-, -SiR23 or "OS^R 3 
substituents, a C7-Ci5-alkylaryl group or C7-Ci5-arylalkyl group 

45 where the alkyl part may bear one or more identical or different 
halogen, OH, 0r2 , sr2hr22-, PR22-, -SiR^a or -OSiR23 substituents 
and the aryl part may bear one or more identical or different 
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halogen, 0R2, SR2nr22-, NH2, -N2H3, NO2, CN, CO2R2, CHO, PR22-r 
-siR23 or -OSiRZa substituents , a C2-Cio-alkenyl group which may 
bear one or more identical or different halogen, OH, 0R2, CO2R , 
COR2, SR2, NR22-, PR22-, -SiR23 or -OSiR23 substituents , a 
5 C2-Cio-alkynyl group which may bear one or more identical or 
different halogen, OH, OR2, SR2, NR22-, PR^z-/ -SiR^a or -OSiR23 
substituents, a Cs-Ciz-arylalkenyl group which may bear one or 
more identical or different halogen, OH, 0R2 , Sr2, NR22-, PR^j-, 
-SiR23 or -OSiR23 substituents, 

10 or r3 is a halogen atom or a PR22, B(0R2)2, SiR23 or SnV?3 group, 
where r2 are identical or different and are each a 
Ci-C2o-hydrocarbon group, eg. a Ci-Cio-alkyl group or C6-Ci4-aryl 
group which may each bear one or more identical or different 
halogen, OH, 0R2, SR2nr22-, PR22-, -SiR^a or -OSiR23 substituents, 

15 or two radicals r2 may be joined to form a ring system, 

or r3 is a Ci-C20-heterocyclic group which is bound via a carbon 
atom and may in turn bear Ci-Czo-radicals or heteroatoms as 
substituents , 

Yi, y2 and are identical or different and are each a hydrogen 
atom or are as defined for X or R^, and 

y4, y5 and y6 are identical or different and are each a hydrogen 
atom or are as defined for R^. 

in the process of the present invention, the indanones of the 
formula I or la are converted directly into the indanones of the 
formula II or Ila in one reaction step by reaction with the 
coupling component, in this reaction, no use is made of 
protective groups for the carbonyl function of the indanone of 
the formula I or la. 



20 



25 



30 



For the purposes of this application, the term "heteroatom" 
refers to any atom of the Periodic Table of the Elements with the 
exception of carbon and hydrogen. A heteroatom is preferably an 
atom of Group 14, 15 or 16 of the Periodic Table of the Elements 
35. with the exception of carbon. The term "heterocyclic group- 
refers to a heteroatom-containing cyclic group. 

in the process of the present invention, particular preference is 
given to using indanones of the formula I or la in which 

40 X is chlorine, bromine, iodine, triflate, nonaflate, mesylate, 
ethylsulfonate, benzenesulfonate, tosylate, triisopropylbenzene- 
sulfonate, formate, acetate, trif luoroacetate , nitrobenzoate , 
halogenated arylcarboxylates , in particular fluorinated benzoate, 
methyl carbonate, ethyl carbonate, benzyl carbonate, tert-butyl 

45 carbonate, dimethyl phosphonate, diethyl phosphonate, dxphenyl 
phosphonate or diazon±uin# 
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Ri is a linear, branched or cyclic Ci-CB-alkyl group which may - 
bear one or more identical or different fluorine, chlorine, 0R2, 
Pr22_, nr22-» -SiR^a or -OSiR23 substituents, a Ce-Cio-aryl group 
which may bear one or more identical or different fluorine, 
5 chlorine, 0r2, SR2, KRZj-, PR^^., -siRZa or -OSiR23 substituents, a 
C,-Ci2-alkylaryl or arylalkyl group, where the alkyl part may bear 
one or more identical or different fluorine, chlorine, 0r2, 
SR2NR22-, PR22-, -SiR23 or -OSiR23 substituents and the aryl part 
may bear one or more identical or different fluorine, chlorine, 
lO 0R2, SR2, NR22-, PR22-, -SiR23 or -OSiR23 substituents , a 

C2-C8-alkenyl group or a C2-C8-alkynyl group which may each bear 
one or more identical or different fluorine, chlorine, 0R2 or nr22 
substituents, a C8-Ci2-arylalkenyl group which may bear one or 
more identical or different fluorine, chlorine, 0R2 or NR22 
15 substituents, or Ri is an 0R2, PR22, NR22, -SiR23 or -OSiR23 group, 
where r2 are identical or different and are each a Ci-C4-alkyl 
group or Cg-Cio-aryl group, where the alkyl group may bear one or 
more identical or different fluorine, chlorine, 0R2, SR2, UR^^-, 
Pr22_, _siR23 or -OSiR23 substituents and the aryl group may bear 
20 one or more identical or different fluorine, chlorine, 0R2, SR2, 
NR22-, PR22-, -SiR23 or -OSiR23 substituents, or jO- is a 
Ci-C2o-heterocyclic group, with preferred heteroatoms being 
oxygen, nitrogen, sulfur, phosphorus and silicon, which may xn 
turn bear Ci-C2o-radicals or heteroatoms as substituents, 
25 r3 is a Ci-C2o-group such as a linear, branched or cyclic 
Ci-Cio-alkyl group which may bear one or more identical or 
different fluorine, 0R2, NR22- or -OSiR23 substituents, a 
Ci-Ci4-aryl group which may bear fluorine, chlorine, OR , SR , 
KR22, NH2, N02, CN, CORj or CO2R2 substituents , a C7-Ci5-alkylaryl 
30 group or c-Cis-arylalkyl group, where the alkyl part may bear one 
or more identical or different fluorine, 0R2, NR22- or OSiR 3 
substituents, and the aryl part may bear fluorine, chlorxne, OR , 
SR2, NR2 2-, NH2, NO2, CN, C0R2 or C02r2 substituents , a 
C2-Cio-alkenyl group which may bear one or more identical or 
35 different fluorine, 0R2, C02r2, cor2, NR22- or OSiR23 substituents, 
a C2-Cio-alkynyl group which may bear one or more identxcal or 
different fluorine, 0R2, NR22- or OSiRZs substituents, a 
C8-Ci2-arylalkenyl group, a PR22, B(0R2)2 or SnR23 group, where r2 
are identical ot different and are each a Ci-C^-alkyl group or 
40 C6-aryl group, where the alkyl group may bear one or more 
identical or different fluorine, chlorine, 0R2 or NRZj 
substituents and the aryl group may bear fluorine, chlorxne, OR 
or NR22 substituents and, in addition, two radicals r2 may be 
joined to one another to form a ring system, a Ci-Ci4-heterocyclxc 
45 group, where preferred heteroatoms are oxygen, nitrogen or sulfur 



wo 98/40331 PCT/EP98/01232 



10 



7 

and the group may in turn bear Ci-Ce-radicals or heteroatoms as- 
substltuents , 

Yi y2 and y3 are identical or different and are each a hydrogen 
atom or are as defined for or X and at least one of the 
radicals yi, and y3, preferably y3, is a hydrogen atom, 
y4 ys and Y* are identical or different and are each a hydrogen 
atom or are as defined for r3 and at least one of the radicals Y , 
y5 and y6, preferably Y«, is a hydrogen atom. 

very particular preference is given to indanones of the formula I 
or la in which X is chlorine, bromine, iodine, triflate, 
nonaflate, mesylate, tosylate or diazonium, 

Ri is a linear, branched or cyclic Ci-Ce-alkyl group which may 
15 bear one or more identical or different fluorine, chlorine, OR or 
NR22 substituents, a phenyl group which may bear one or more 
identical or different fluorine, chlorine, 0R2 or NR 2 
substituents, a c-Ciz-alkylaryl or arylalkyl group, where the 
alkyl part may bear one or more identical or different fluorxne, 
20 chlorine, 0R2 or NR^^ substituents and the aryl part may bear one 
or more identical or different fluorine, chlorxne, OR^ or NR 2 
substituents, a C^-Cs-alkenyl group or a C^-Cs-alkynyl group whxch 
may each bear one or more identical or different fluorine, 
chlorine, OR^ or NR^z substituents, a CB-Ci2-arylalkenyl group 
25 Which may bear one or more identical or dif f erent f luorxne 

chlorine, OR^ or NR^j substituents, or Ri xs an 0R2, SxR^a or ^ 
-OSiR^a group, where R^ are identical or different and are each a 
Ci-C.-alkyl group or phenyl group, where the alkyl group may bear 
one or more identical or different fluorine, chlorine OR^ or BR22 
30 substituents and the aryl group may bear one or more identxcal or 
different fluorine, chlorine, 0R2 or NR^z substituents, or Ri xs a 
Ci-Cx6-heterocyclic group, where preferred heteroatoms are oxygen, 
nitrogen, sulfur and silicon and the group may xn turn bear 
Ci-Cio-radicals or heteroatoms as substituents, 
35 Yi y2 or y3 are identical or different and are each a hydrogen 
atom, chlorine, bromine, iodine, triflate, nanoflate, mesylate 
tosylate or diazonium, or Y^, Y^ or y3 are each a linear branched 
or cyclic d-Ce-alkyl group which may bear one or more ^-dentical 
or different halogen, OH, OR^, SR^NR^z-, PR=^2-, "S^-R^a or -OSxR 3 
40 substituents, a Cg-Ci^-aryl group which may bear one or more 

identical or different halogen, OR^, SR^NR^z", NH^, -N2H3, NO2, CK, 
C02R2, CHO, COR2, PR22-, -SiR^a or -OSiR^a substituents, a 
C,-Cx5-alkylaryl group or C,-C,5-arylalkyl group, where ^he alkyl 
part may bear one or more identical or different halogen, OH, OR^, 
45 SR2NR22-, PR22-, -SiR23 or -OSiR23 substituents and the aryl part 
may bear one or more identical or different halogen, OR , 
SR2NR2,_, NH2, -N2H3, NO2, CN, C02R^ CHO, PR^j-, -SlR^j or -OSiR 3 
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substituents, a C^-Cio-alkenyl group which may bear one or more- 
identical or different halogen, OH, 0R2, Sr2. NR^z-, PR^z", "SiR^a 
or -OSiR23 substituents, a Cz-Cg-alkynyl group which may bear one 
or more identical or different halogen, OH, OR^, SR^, NR^a-, PR^z", 
5 -siR23 or -OSiR^a substituents, a Cs-Cij-arylalkenyl group which 
may bear one or more identical or different halogen, OH, 0R2, SR^, 
Nr22_, PR22-, -SiR^a or -OSiR^a substituents, 

or Yi y2 or y3 are each a halogen atom or an NRZj* PR^2r B(OR )2r 
SiR^a'or SnR^a group, where R^ are identical or different and are 

10 each a Ci-Cjo-hydrocarbon group, eg. a Ci-Cio-alkyl group or 
C6-Ci4-aryl group which may each bear one or more identical or 
different halogen, OH, OR^, SR^, NR^^-, PR^j", -SiR^a or -OSiR^a 
substituents, or two radicals r2 may be joined to form a ring 
system, or Y^, Y^ or y3 are each a Ci-C^o-heterocyclic group which 

15 is bound via a carbon atom and may in turn bear Ci-Cjo-radicals or 
heteroatoms as substituents, and at least two of the radicals Y , 
y2 and y3 are each a hydrogen atom, preferably Yi and Y . 

r3 is a Ci-Ci4-group such as a linear, branched or cyclic 
20 Ci-Cs-alkyl group which may bear one or more identical or 
different fluorine, OR^*, NR^a^- or OSiR^a, substituents, a 
C6-Ci4-aryl group which may bear fluorine, chlorine, R^, OR^ or 
t]j^2a, substituents, a Cv-Cio-alkyl- 

aryl group or C,-Cio-arylalkyl group, where the ^^^y^J^H^"^^^^^ 
25 bear one or more identical or different fluorine, OR^a, NR^a^- or 
OSiRZaj substituents and the aryl part may bear one or more 
identical or different fluorine, chlorine, OR^a or NR aj 
substituents, a Cj-Cg-alkenyl group which may bear one or more 
identical or different fluorine, OR^a, co2R2a or NR^a^ 

30 substituents, a C^-Ce-alkynyl group which may bear one or more 
identical or different fluorine, OR^a or NR^a^ substituents, a 
C8-Ci2-arylalkenyl group, a PR^a,, BCOR^a)^ or SnR2a3 group, where 
R2a are identical or different and are each a linear or branched 
Ci-C4-alkyl group which may bear one or more fluorine 

35 substituents, or a phenyl group which may bear one or more 
identical or different fluorine or OR^a substituents, and, in 
addition, two radicals R^a may be joined to one another to form a 
ring system, a Ci-Ci4-heterocyclic group, where preferred 
heteroatoms are oxygen, nitrogen or sulfur and the group may m 

40 turn bear Ci-C4-radicals or heteroatoms as substituents, 

and YS Y5 and Y^ are identical or different and are each a 
hydrogen atom or r3 and at least two of the radicals yS and Y 
are hydrogen, preferably Y* and Y^- 

45 Illustrative examples of indanones of the formula I, which do 
not, however, restrict the scope of the invention, ares 
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2 -me thy 1-7 -chlor o- 1 - indanone 
2 -methyl-? -bromo- 1-indanone 
2-methyl-7-iodo-l-- indanone 
2-inethyl-7-trifluoroacetoxy-l-indanone 
5 2-methyl-7-trifluoromethanesulfonoxy-l-indanone 
2-methyl-7-methanesulfonoxy-l-indanone 
2-methyl-7-ethanesulfonoxy-l-indanone 
2-methy 1-7- ( p-toluenesulf onoxy ) -1-indanone 
2-methyl-7-benzenesulfonoxy-l-indanone 
10 2-methyl-7-( 2 , 4 , 6-.triisopropylbenzenesulf onoxy ) -1-indanone 
2-methy 1-7-pentafluorobenzenesulfonQxy-l-indanone 
2-methy l-7-nQnafluorobutane3ulfonoxy-l-indanone 

2-methy 1-7-acetoxy- 1-indanone 
2-methyl-7-formyloxy- 1-indanone 
15 2-methy 1-7-pentafluorobenzoyloxy-l-indanone 
2-methyl-7-(p-nitrobenzoyloxy) -1-indanone 
2-methyl-7-methoxycarbonyloxy-l-indanone 
2-methyl-7-tert-butyloxycarbonyloxy-l-indanone 
2-methy 1-7-ethoxycarbonyloxy-l-indanone 
20 2-methyl-7-benzyloxycarbonyloxy-l-indanone 
2-methyl-7-dimethylphosphonoxy-l-indanone 
2-methy 1-7-diethylphosphonoxy-l-indanone 
2-methy l-7-diphenylphosphonoxy~ 1-indanone 
2-methy 1-7-diazonium-l-indanone chloride 
25 2-methyl-7-diazonium-l-indanone tetraf luoroborate 
2-methyl-7-diazonium-l-indanone sulfate 
2-methyl-4-vinyl-7-bromo-l-indanone 
2-methy l-5-butyl-7-bromo-l-indanone 
2 -me thy 1- 5 - f luor o- 7 -bromo- 1 - indanone 
30 2-methyl-4-isopropyl-7-bromo-l-indanone 
2-methy 1-5 , 7 -dibromo- 1-indanone 
2-methy 1-5 , 7 -dichloro- 1-indanone 
2-methy 1-6 , 7-dichloro-l-indanone 
2-methyl-5-chloro-7-bromo-l-indanone 
35 2-methyl-4-phenyl-7-diazonium-l-indanone chloride 

2-methyl-4-cyclohexyl-7-dia2onium-l-indanone tetraf luoroborate 
2 f 5-dimethyl-7-chloro- 1-indanone 
2 , 4-dimethyl-7-bromo-l-indanone 
2, 6-dimethyl-7-chloro- 1-indanone 

40 2-methyl-5-butyl-7-chloro-l-indanone 

2.methyl-5«isopropyl-7.trifluoromethanesulfonoxy-l-indanone 

2-methyl-5-tert-butyl-7-methanesulf onoxy- 1-indanone 
2-methyl-5-phenyl-7-bromo- 1-indanone 
2-methyl-5- ( 3 . 5-dimethoxyphenyl ) -7 -iodo- 1-indanone 
45 2-methyl-5-ben2yl-7-chloro-l-indanone 
2-methyl-5-methoxy-7-chloro-l-indanone 
2-methyl-5-phenoxy-7-chloro- 1-indanone 
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2-inethyl-6-xnet:hoxy-7-chloro-l-indanone 

2-met:hyl-6-isopropoxy-7-bromo-l-indanone 

2-methyl-6-triinet:hylsilyloxy-7-bronio-l-indanone 

2-inet:hyl-5-vinyl-7- ( p-toluenesulf onoxy ) -1-indanone 
5 2-xnet:hyl-6-broino-7-t:riflaoroacetoxy-l-indanone 

2 -me thy 1 - 6--pheny 1- 7 -br omo- 1 - indanone 

2-inethyl-4-methoxy-7-chloro-l-indanone 

2-xnethyl-4-diisopropylaxnino-7-chloro-l-indanone 

10 2-t:rif luoromethyl-7-chloro-l-indanone 
2-trifluoroinet.hyl-7-bromo-l-indanone 
2-1:rifluoromethyl-4-inethyl-7-chloro-l-indanone 
2-trifluoroinethyl-5-isobutyl-7-l:rifluoromethanesulfonoxy- 

1- indanone 

15 

2 - e thy 1-7 -chloro- 1 -indanone 
2 -e thy 1- 7 -br omo- 1- indanone 

2-ethyl-7-diazoniuin-l-indanone tetraf luoroborate 
2-ethyl-7-inethanesulfonoxy-l-indanone 
20 2-ethyl-4-trimethylsilyloxy-7-trifluoromethanesulfonoxy- 

1- indanone 

2- ethyl-5-methyl-7-bromo-l-indanone 
2-ethyl-4-benzyl-7-bromo-l-indanone 
2-ethyl-7-diazonium-l-indanone tetraf luoroborate 

25 2-n-propyl-7-chloro-l"- indanone 
2-n-propyl-7-bromo-l-indanone 
2-n-propyl-5 , 7-dichloro-l-indanone 

2-n-propyl-7-trifluoromethanesulfonoxy-l-- indanone 
2, 6-diethyl-7-diazonium-l-indanone chloride 
30 2 -bu ty 1- 7 -ch lor o- 1 - indanone 

2 -buty 1- 5- f luoro- 7 -chloro- 1- indanone 
2-butyl-5, 7-dichloro-l-indanone 
2-isopropyl-7-chloro-l-indanone 
2-isopropyl-7-bromo-l-indanone 

35 2-isopropyl-7-iodo-l-indanone 

2-isopropyl-5-diphenylphosphino-7-nonafluorobutanesulfonoxy- 

1- indanone 

2- phenyl-4-dimethylamino-7-bromo-l-indanone 
2-phenyl-7-chloro-l-indanone 

40 2- ( 2-pyridyl) -7 -br omo- 1-indanone 
2- ( 2-f uryl ) -7 -iodo- 1-indanone 
2-cyclohexyl-7-chloro-l-indanone 
2-cyclohexyl-7-bromo- 1-indanone 

2-cyclohexyl-7-trifluoromethanesulfonoxy-l-indanone 
45 2-isobutyl-7-chloro- 1-indanone 
2 - i s obu t y 1-7 -br omo- 1 - indanone 
2-tert-buty 1-7 -chloro- 1-indanone 
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2-tert-but:yl-7-iodo-l-indanone 

2-benzyl-7-chloro-l-incianone 

2-allyl-7-chloro-l-indanone 

2-vinyl-7-trif luoromethanesulfonoxy-l-indanone 
5 2- ( 2-triine1:hylsilylethyn-l-yl )-6-benzyl-7-chloroindanone 
2- ( hex-l-ynyl ) -7— trif luoromethanesulf onoxy-l-indanone 
2-triinet.hylsilyl-7-broino-l-indanone 
2 - 1 r ime-t hy 1 s i ly loxy- 7 -br omo- 1 - indanone 

2-diiiiel:hylaiiiino-7-trifluoromethanesulfonoxy-l-indanone 

10 2--N-pyrrolidino-7-chloro-l-indanone 

2-diphenylphosphino-5-isopropyl-7-bromo-l-indanone 

2 -me thoxy- 6 -ally 1- 7 -chlor o- 1 - indanone 

2 9 6-dimethoxy-7-broino-l-indanone 

2-phenoxy-5-diine1:hylainino-7-trifluoromet:hanesulfonoxy-l-indanone 
15 2-(2-methoxye1:hyl)-7-chloro-l-indanone 
2- ( 3-chloropropy 1 ) -7-chloro-l-indanone 

2,4,5, 6-tetramethyl-7-chloro-l-indanone 
2-inet:hyl-4-phenyl-5-methoxy-7-bromo-l-indanone 
20 2-bui:yl-5-benzyl-6-bromo-7-t:rifluoroinethanesulfonoxy-l-indanone 
2-trimethylsilyloxy-4-methoxy-5-allyl-7-dia2oniuin-l-indanone 

-tetr af luor obor ate 

2-N-piperidino-4-f luoro-5 , 7-dibromo-l-indanone 

2-isopropyl-4-cyclohexyl-5-me1:hyl-7-triinethylstannyl-l-indanone 
25 2 , 5-dimethoxy-4-bromo-6-trif luorome1:hyl-7-iodo-l-indanone 
2-ethyl-4-diinethylaitiino-5-triinethylsilyl-7-chloroindanone 
2-1:rifluoroethoxy-4-thiomethoxy-6-butyl-7-bromo-l-indanone 
2-triethylsilyl-5 , 6-dif luoro-7-inethanesulf onoxy-l-indanone 
2 , 5-diphenyl-^7-bromo-l-indanone 



30 



Illustrative examples of indanones of the formula la, which, 
however, do not restrict the scope of the invention, are: 



2-methyl-4-chloro-l-indanone 
35 2-methyl-4-bromo-l-indanone 

2-methyl-4-iodo-l-indanone 

2"-methyl-4-trif luoroacetoxy-l-indanone 

2-methyl-4-trifluoromethanesulf onoxy-l-indanone 

2-methyl-4-roethanesulf onoxy-l-indanone 
40 2-methyl-4-ethanesulf onoxy-l-indanone 

2-methyl-4-(p-toluenesulfonoxy)-l-indanone 

2-methyl-"4-ben2enesulf onoxy-l-indanone 

2-methyl-4- (2,4, S-triisopropylbenzenesulf onoxy ) -1-indanone 
2-methyl-4-pentafluoroben2enesulf onoxy-l-indanone 
45 2-methyl-4-nonafluorobutanesulf onoxy-l-indanone 
2-methyl-4-acetoxy- 1-indanone 
2 -me thy 1- 4 - f or my loxy- 1 - indanone 



m 
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2-inethyl-4-pent:afluorobenzoyloxy-l-indanone 

2-met:hy 1-4- ( p-nitrobenzoy loxy ) - 1-indanone 

2-inel:hyl-4-methoxycarbonyloxy-l-indanone 

2-ine1:hyl-4-t:erl:-bu1:yloxycarbonyloxy-l-indanone 

5 2 -me thy 1- 4 -e thoxy car bony loxy- 1 - indanone 
2-inet:hyl-4-benzyloxycarbonyloxy-l-indanone 
2-me1:hyl-4-dimethylphosphonoxy-l-indanone 
2 -methyl- 4 -diethylphosphonoxy- 1-indanone 
2-methyl-4-diphenylphosphonoxy-l-indanone 
10 2-methyl-4-dia2onium-l-indanone chloride 

2-inethyl-4-diazonium-l-indanone tetraf luoroborate 
2-niethyl-4-diazonium-l-indanone sulfate 
2-methy 1- 7 -viny 1-4 -bromo- 1-indanone 
2-methyl-5-butyl-4-bromo-l-indanone 

15 2 -me thy 1- 6 - f luor o- 4 -bromo- 1-indanone 

2-methyl-7-isopropyl-4-bromo-l-indanone 

2-methy 1-4 , 7 -dibromo- 1-indanone 

2-methy 1-5 , 4 -dichloro- 1-indanone 
20 2-methy 1-6 , 4 -dichloro- 1-indanone 

2-methy 1-4 , 7-dichloro- 1-indanone 

2 -methyl - 5 -c h lor o-4 -bromo- 1- indanone 

2-methyl-7-phenyl-4-dia2onium-l-indanone chloride 

2-methyl-7-cyclohexyl-4-dia2onium-l-indanone tetraf luoroborate 
25 2 , 5-dimethyl-4-chloro-l-indanone 

2 , 7-dimethyl-4-bromo-l-indanone 

2 , 6-dimethyl-4-chloro-l-indanone 

2-methy l-5-butyl-4-chloro-l-indanone 

2-methyl-5-isopropyl-4-trifluoromethanesulfonoxy-l-indanone 
30 2-methy l-5-tert-butyl-4-methanesulfonoxy-l-indanone 
2-methy 1- 5-pheny 1- 4 -bromo- 1-indanone 
2-methy 1-5- ( 3 , 5-dimethoxyphenyl ) -4 -iodo- 1-indanone 
2-methy l-6-benzyl-4-chloro-l-indanone 
2-methy l-6-methoxy-4-chloro-l-indanone 

35 2 -me thy 1- 5 -phe noxy- 4 -ch lor o- 1 - indanone 
2-methyl-6-methoxy-4-chloro-l-indanone 
2-methy l-6-isopropoxy-4-bromo-l-indanone 
2-methyl-6-trimethylsilyloxy-4-bromo-l-indanone 
2-methyl-5-vinyl-4-(p-toluenesulfonoxy) -1-indanone 

40 2-methy l-6-bromo-4-trifluoroacetoxy-l-indanone 
2-methyl-6-phenyl-4-bromo-l-indanone 
2-methyl-7-methoxy-4-chloro-l-indanone 
2-methyl-7-diisopropylamino-4-chloro-l-indanone 



45 2-trif luoromethyl-4-chloro-l-indanone 
2-trif luoromethyl-4-bromo-l-indanone 
2-trifluoromethyl-4-methyl-4-chloro-l-indanone 
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2-trifluoromethyl-5-isobut:yl-4-t:rifluoroinethanesulfonoxy- 

1- indanone 

2- ethyl-4-chloro-l-indanone 
5 2-ethyl-4-broino-- 1-indanone 

2-ethyl-4-diazoniuni-l-indanone tetraf luoroborate 
2-ethyl-4-methanesulfonoxy-l-indanone, 

2-ethyl-5-triine1:hylsilyloxy-4--trifluoroinethanesulfonoxy- 

1- indanone 

10 2-ethyl-5-methyl-4-bronio-l-indanone 

2- ethyl-7-benzyl-4-broino-l-indanone 

2 - ethyl- 4 -diazonium- 1 - indanone t etr af luor obor ate 
2 , 6-diethyl-4-diazoniuin- 1-indanone chloride 
2 -n-pr opy 1- 4 -c h lor o- 1 - indanone 
1 5 2-n-propy 1- 4 -br omo- 1 - indanone 

2-n-propyl-4 , 6-dichloro-l-indanone 

2-n-propyl-7-trifluoroine1:hanesulfonoxy-l-indanone 
2-butyl-4-chloro-l-indanone 
2 -bu ty 1 - 4 -br omo- 1 - indanone 
20 2-butyl-5-f luoro-4-chloro-l-indanone 
2-butyl-4 , 5-dichloro- 1-indanone 
2-isopropyl-4-chloro-l-indanone 
2-isopropy 1-4 -bromo- 1 -indanone 

2-isopropyl-4-iodo- 1-indanone 
25 2-isopropyl-5-diphenylphosphino-4-nonafluorobutanesulfonoxy- 

1— indanone 

2- phenyl-7-diinet:hylainino-4-bromo-l-indanone 
2-phenyl-4-chloro-l-indanone 

2- ( 2 -pyr idy 1 ) - 4 -bromo— 1-indanone 
30 2-(2-furyl)-4-iodo-l-indanone 

2-cyclohexyl-4-chloro-l-indanone 
2-cyclohexyl-4-bromo- 1-indanone 

2-cyclohexyl-4-trifluoroinethanesulfonoxy-l-indanone 

2-isobutyl-4-chloro- 1-indanone 
35 2-isobutyl-4-broino- 1-indanone 

2— tert-butyl-4-chloro-l-indanone 

2 - te rt -butyl - 4 - iodo- 1 - indanone 

2-benzyl-4-chlorp- 1-indanone 

2-allyl-4-chloro- 1-indanone 
40 2-vinyl-4-trif luoromethanesulfonoxy-l-indanone 

2-(2-triinethylsilylethyn-l-yl)-6-ben2yl-4-chloroindanone 

2-(hex-l-ynyl)-4-trifluoromethanesulfonoxy-l-indanone 

2-triinethylsilyl-4-broino- 1-indanone 
2-triinethylsilyloxy-4-bromo-l-indanone 
45 2-diniethylamino-4-trifluoromethanesulfonoxy-l-indanone 

2-N-pyrrolidino-4-chloro-l-indanone 

2-diphenylphosphino-5-isopropyl-4-bromo-l-indanone 
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2-inethoxy-6-allyl-4'-chloro-l-indanone 
2 , 6-diinet:hoxy-4-broino-l-indanone 

2-phenoxy-5-dimethylainino-4-trifluoromethanesulfonoxy-l-indanone- 

2- ( 2-inethoxye1:hyl ) -4-chloro- 1-indanone 
5 2- ( 3-chloropropyl )-4-chloro-l-indanone 

2,5,6, 7-t:etrainethyl-4-chloro-l-indanone 

2 -met hy 1- 7 -phe ny 1- 5 -methoxy- 4 -bromo- 1- indanone 

2-butyl-5-benzyl-6-broino-4-trifluoromet:hanesulfonoxy-l-xndanone 
10 2-t:riiiiethylsilyloxy-7-inethoxy-5-allyl-4-dia2onium-l-indanone 

tetraf luoroborate 

2-N-piperidino-7-f luoro-5 , 4 -dibromo-1- indanone 

2-isopropyl-7-cyclohexyl-5-methyl-4-triinethyIst:annyl-l-indanone 
2 , 5-dimelihoxy-7-bromo-6-1:rif luoromethyl-4-iodo-l~indanone 
15 2-ethyl-7-diinet:hylainino-5-triine1:hylsilyl-4-chloroindanone 
2-t:rifluoroethoxy-7-thioinethoxy-6-butyl-4-broino-l-indanone 
2-triethylsilyl-5,6-difluoro-4-inet:hanesulfonoxy-l-indanone 

2 , 5-diphenyl-4-broino-l-indanone 

20 Illustrative examples of indanones of the formula II, which, 

however, do not restrict the scope of the invention, are: 

2-methyl-7-phenyl-l-indanone 

2-methy 1-7- ( 1-naphthyl ) - 1-indanone 

2-methyl-6- ( 2-naphthy 1 ) - 1-indanone 
25 2-methyl-7-(2-methyl-l-naphthyl)-l-indanone 

2-methyl-7-(4-methyl-l-naphthyl)-l-indanone 

2-methyl-7-(4-methoxy-l-naphthyl)-l-indanone 

2-methyl-7- ( 6-methoxy-2-naphthyl )-l-indanone 

2-methyl-7- ( 4-methylpheny 1 ) -1-indanone 
30 2-methyl-7-(3-methylphenyl)-l-indanone 

2-methyl-7- ( 2-methylphenyl-l-indanone 

2-methyl-7- ( 3 , 5-dimethy Iphenyl ) - 1-indanone 

2-methyl-7- ( 2 , 3 -dime thy Iphenyl ) - 1-indanone 

2-methy 1-7- ( 2, 4-dimethy Iphenyl )-l-indanone 

35 2-methy 1-7- ( 2 , 5-dimethy Iphenyl ) -1-indanone 
2-methyl-7- ( 3-buty Iphenyl ) -1-indanone 
2-methyl-7-( 4-tert-buty Iphenyl )- 1-indanone 

2-methyl-7- ( 4-ethy Iphenyl ) -1-indanone 

2-methyl-7- ( 4-isopropy Iphenyl ) -1-indanone 
40 2-methyl-7-( 3 , 5-di-tert-butylphenyl)- 1-indanone 

2-methy 1-7-mesityl-l-indanone 

2-methy 1-7- ( 4 -b iphenyl ) -1-indanone 

2-methyl-7- ( 3-biphenyl ) -1-indanone 

2-methyl-7- ( 2-biphenyl ) -1-indanone 
45 2-methy 1-7- ( 3 , 5-dipheny Iphenyl ) - 1-indanone 

2-methyl-7-( 4-styryl) -1-indanone 

2-methyl-7-(3-styryl) -1-indanone 
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2-inethyl-7~ ( 2-styryl )-'l-incianone 
2-inet:hyl-7-(9-anthracenyl)-l-indanone 
2-niethyl-7- ( 9-phenanthrenyl ) -l--indanone 
2--inethyl-7- ( 2-hydroxyphenyl ) -1-indanone 
5 2-niet:hyl-7- ( 4-hydroxyphenyl ) -1-indanone 
2-methyl-7- ( 3-hydroxyphenyl ) -1-indanone 
2-methyl-7- ( 2 , 4-dihydroxyphenyl ) -1-indanone 
2-inethyl-7- ( 3 , 5-dihydroxyphenyl )-l-indanone 
2-inethyl-7- ( 4-met:hoxyphenyl ) -1-indanone 
10 2-inethyl-7-(3-meiihoxyphenyl) -1-indanone 
2-inethyl-7- ( 2-inet:hoxyphenyl ) -1-indanone 
2-inethy 1-7- ( 2 , 4-dizr.ethoxyphenyl ) -1-indanone 
2-inethyl-7- ( 3 , S-dimethoxyphenyl ) -1-indanone 
2-methyl-7- (3,4, S-trimethoxyphenyl) -1-indanone 
15 2-inet:hyl-7-{ 4-phenoxyphenyl) -1-indanone 

2-inethyl-7- ( 3 , 4-met:hylenedioxyphenyl ) -1-indanone , 
2-inelihyl-7- ( 4-l:hioanisyl ) -1-indanone 
2-inethyl-7- ( 3-t:hioanisyl ) -1-indanone 
2-inethyl-7- ( 4-nitrophenyl ) -1-indanone 
20 2-iiiethy 1-7- ( 3-nitropheny 1 ) -1-indanone 
2-methyl-7- ( 2-nitropheny 1 ) -1-indanone 
2-methyl-7- ( 4-inet:hyl-3-nitrophenyl ) -1-indanone 
2-methy 1-7- ( 4-methoxycarbonylphenyl ) -1-indanone 
2-methyl-7- ( 3-inethoxycarbonylphenyl ) -1-indanone 
25 2-inethyl-7- ( 2-methoxycarbonylphenyl ) -1-indanone 
2-niethy 1-7- ( 4-carboxyphenyl) -1-indanone 
2-ine1:hyl-7- ( 2-carboxypheny 1 ) -1-indanone 
2-methy 1-7- ( 4-f ormylphenyl ) -1-indanone 
2-me1:hyl-7- ( 4-acetylphenyl ) -1-indanone 
30 2-methyl-7-(4-pivaloylphenyl)- 1-indanone 
2-met:hyl-7- ( 4- aminopheny 1 ) -1-indanone 
2-inethy 1-7- ( 3 -aminopheny 1 ) -1-indanone 
2-methyl-7- ( 2-aininopheny 1 ) -1-indanone 
2-methy 1-7- ( 4-dimethylaminophenyl ) -1-indanone 
35 2-methyl-7-( 3-dimethylaminophenyl) -1-indanone 
2-methyl-7- ( 4- ( 1-pyrrolidino ) phenyl ) -1-indanone 
2-methy 1-7- ( 4-hydra2inophenyl ) -1-indanone 
2-methyl-7-(4-cyanophenyl) -1-indanone 
2-methyl-7-(3-cyanophenyl)-l-indanone 
40 2-methy 1-7- ( 2-cyanophenyl ) -1-indanone 

2-methyl-7- ( 4-trif luoromethoxyphenyl ) -1-indanone 
2-methyl-7-(4-fluorophenyl) -1-indanone 
2-methy 1-7- ( 4-bromophenyl ) -1-indanone 
2-methyl-7- ( 2 , 4-dif luorophenyl ) -1-indanone 
45 2-methy 1-7- ( 4-chlorophenyl) -1-indanone 

2-methyl-7-( 3 , 5-dichlorophenyl) -1-indanone 
2-methyl-7-(4-trifluoromethylphenyl) -1-indanone 
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2-inet:hyl-7- ( 3-l:rif luoromethylphenyl )-l-indanone 
2-inethyl-7- ( 3 , 5-bis ( trif luoromethyl ) phenyl ) - 1-indanone 
2-methyl-7- ( 2 , 4-bis ( trif luoromethyl ) phenyl ) - 1-indanone 
2-inethyl-7- ( 2-f uryl ) -1-indanone 
5 2-inethyl-7-(3~furyl)- 1-indanone 

2-inethyl-7- ( 5-methyl-2-f uryl ) -1-indanone 
2-inethyl-7- ( benzof uryl ) -1-indanone 
2-inethyl-7- ( 2-thiophenyl ) -1-indanone 
2-methyl-7- ( 5-inethyl-2-thiophenyl) -1-indanone 

10 2-inethyl-7- ( 3-thiophenyl ) -1-indanone 

2-inethyl-7-(5-isobutyl-2-thiophenyl)-l-indanone 

2-methyl-7- ( benzothiophenyl ) -1-indanone 
2-niethyl-7- ( N-methy 1-2-pyrroly 1 ) - 1-indanone 
2-methyl-7-(N-methyl-3-pyrrolyl) -1-indanone 

15 2-methyl-7- ( 2-pyridyl ) - 1-indanone 

2-inethyl-7- ( 3 -pyridyl )- 1-indanone 

2-inethyl-7- ( 4-pyridyl ) -1-indanone 

2-methyl-7- ( 2-pyriinidyl ) -1-indanone 

2-inethyl-7- ( 2-quinolyl ) -1-indanone 
20 2-methyl-7- ( 3-quinolyl ) -1-indanone 

2-inethyl-7- ( 4 -isoquinolyl ) -1-indanone 

2-methyl-7- ( 2-thiazolyl ) -1-indanone 

2-methyl-7- ( 2-benzothiazolyl ) -1-indanone 

2-methyl-7- ( 2-N-methylimidazolyl ) -1-indanone 
25 2-methyl-7- ( 2 -N-methy Ibenzoimidazolyl ) -1-indanone 

2-methyl-7- ( 2-oxazolyl ) -1-indanone 

2-methyl-7-(N-methyltriazolyl) -1-indanone 

2-methyl-7-butyl- 1-indanone 

2-methyl-7-cyclohexyl-l-indanone 
30 2-methyl-7-isopropyl- 1-indanone 

2-inethyl-7-benzyl-l-indanone 

2-methyl-7-(hex-l-en-6-yl) -1-indanone 

2-methyl-7- ( hex-l-en-l-yl ) -1-indanone 

2-methyl-7-vinyl- 1-indanone 
35 2-methyl-7-{2-trimethylsilylethen-l-yl)-l-indanone 

2-methyl-7-(2-phenylethyn-l-yl) -1-indanone 

2-methyl-7- ( 2-tert-buty lethyn-l-yl ) -1-indanone 

2-methyl-7-allyl-l-indanone 

2-methyl-7- ( 2-tr imethy Is ily lethyn-l-yl ) -1-indanone 
40 2-methyl-7- ( 2-phenylethen-l-yl ) - 1-indanone 

2-methyl-7-trimethylstannyl-l-indanone 

2-methyl-7-tributylstannyl-l-indanone 

2-methyl-7-triphenylstannyl-l-indanone 

2-methyl-7-(boronic acid pinacol ester ) -1-indanone 
45 2-methyl-7-(boronic acid trimethylene glycol ester ) -1-indanone 

2-methyl-7-(B-catecholborane)-l-indanone 

2-methyl-7-diphenylphosphino-l-indanone 
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2-methyl-7-dibuty Iphosphino- 1-indanone 
2-niet:hyl-7-(methoxyphenylmet:hylphosphino)-l-indanone 

2-ethyl-7-phenyl-l-indanone 
2-ethyl-7- ( 4~tolyl ) -1-indanone 
5 2-ethyl-7-naphthyl-l-indanone 
2-et:hyl-7-(2-furyl)-l-indanone 
2-ethyl-7-cyclohexyl-l-indanone 
2-ethyl-7-{4-tert:--butylphenyl)-l-indanone 

2 - n-propy 1 - 7 -pheny 1- 1 - indanone 
10 2 - n- pr opy 1 - 7 - napht hy 1- 1 - i ndanone 

2-n-propyl-7- ( 4-tert-but:ylphenyl ) -1-indanone 

2-n-propy 1-7- ( 4-inethylphenyl ) -1-indanone 

2 --n-buty 1- 7 -pheny 1- 1 - indanone 

2-n-butyl-7-napht:hyl-l-indanone 
15 2-n-but:yl-7-( 4-t:ert:-butylphenyl) -1-indanone 

2-n-butyl-7- ( 4-inet:hylphenyl ) - 1-indanone 

2-isopropy 1-7- ( 2-pyrridyl ) -1-indanone 

2-isopropyl-7-phenyl-l-indanone 

2-isopropyl-7-naphthyl-l-indanone 
20 2-isobut.yl-7-phenyl-l-indanone 

2-isobutyl-7-naphthyl- 1-indanone 

2-cyclohexyl-7-phenyl-l-indanone 

2-trifluoromethyl-7-phenyl-l-indanone 

2-trifluoroinethyl-7-(4-tolyl)-l-indanone 
25 2-trifluoroinet:hyl-7-naphthyl-l-indanone 

2-trif luoroinethyl-7- ( 4 -methoxy phenyl ) -1-indanone 

2-t:rif luoromethy 1-7- ( 3 , 5-bis ( trif luoromethyl ) phenyl ) -l-mdanone 
2 r 4-^dijnethyl-7-phenyl-l-indanone 
2 -me thy 1- 4 -methoxy- 7 -pheny 1- 1 - indanone 
30 2, 6-dimethyl-7-phenyl- 1-indanone 
2 , 5-dimethyl-7-phenyl-l-indanone 
2 , 5-dimethyl-7-p-tolyl-l-indanone 
2 , 5-dimethy 1-7^ ( 2-thiophenyl ) -1-indanone 

2 . 4- methyl-7-naphthyl-l-indanone 

35 2-methyl-5-phenyl-7-naphthyl-l-indanone 
2-methyl-5 , 7-diphenyl-l-indanone 
2-methyl-7-{4-fluorophenyl) -1-indanone 

2-methyl-5-diphenylphosphino-7- ( 4 -nitrophenyl)- 1-indanone 
2-methyl-5-chloro-7-phenyl-l-indanone 

40 2, 6-dimethyl-7-(4-methoxyphenyl) -1-indanone ^ 

2-ethyl-4-methyl-7- ( 3 . 5-bis ( trif luoromethyl ) phenyl ) -1-xndanone 
2-ethyl-5-vinyl-7-(2-furyl)-l-indanone 
2-isopropyl-5-trifluoromethyl-7-phenyl-l-indanone 
2-cyclohexyl-5-methyl-7-(2-pyridyl)- 1-indanone 

45 2-trif luoromethyl-4-butyl-7-naphthyl- 1-indanone 

2 . 5- trifluoromethyl-7-butyl- 1-indanone 

2-trimethylsilyl-5-isopropyl-7-(boronic acid pinacol ester)- 
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1- indanone 

2- diinethylamino-6«cyclohexyl-7-triinel:hyls1:annyl-l-indanone 



2,4,5, 6-t:et:rame1:hyl-7-phenyl-l-indanone 
5 2-inet:hyl-4-phenyl-5-me1:hoxy-7--naph1:hyl-l-indanone 

2-butyl-5-benzyl-6-bromo-7-' ( 4-methoxyphenyl ) -1-indanone 
2-trimethylsilyloxy-4-niethoxy-5-allyl-7- ( 2-pyridyl) -1-indanone 
2-N-piperidino-4-fluoro-5,7-diphenyl-l-indanone 

2-isopropyl-4-cyclohexyl-5-methyl-7-trimet:hylsl:annyl-l-indanone 
10 2 , 5-dimethoxy-4-broino-6-trif luoromethyl-7-f uryl-l-indanone 

2-ethyl-5-trimethylsilyl-7-(2-tert-butylethyn-l-yl)-l-indanone 
2-t:rifluoroethoxy-4-thioinethoxy-6-butyl-7-vinyl-l-indanone 
2-t:riethylsilyl-5 , 6-dif luoro-7- ( 3-cyanophenyl ) -1-indanone 
2 , 5-diphenyl-7-f luoro-l-indanone 

15 ^. - 

Illustrative examples of indanones of the formula Ila, which, 
however, do not restrict the scope of the invention, are: 
2 -methy 1-4 -phenyl- 1-indanone 
2-methy 1-4- ( 1-naphthyl ) - 1-indanone 
20 2-methy 1-4- ( 2-naphthyl ) -1-indanone 

2-methy 1-4- ( 2-methyl-l-naphthyl) -1-indanone 
2-methyl-4- ( 4 -methyl- 1-naphthyl) -1-indanone 
2-methy 1-4- ( 4-methoxy-l-naphthyl )- 1-indanone 
2-methyl-4- ( 6 -methoxy- 2 -n aphthyl )- 1-indanone 
25 2-methy 1-4- ( 4-methylpheny 1 ) -1-indanone 
2-methy 1-4- ( 3-methylphenyl ) -1-indanone 
2-methy 1-4- ( 2-methylphenyl ) -1-indanone 
2-methyl-4- ( 3 , 5-dimethylphenyl ) -1-indanone 
2-methyl-4- { 2 , 3-dimethylphenyl ) -1-indanone 
30 2-methyl-4- ( 2 , 4-dimethylphenyl ) -1-indanone 
2-methyl-4- ( 2 , S-ddLmethylphenyl ) -1-indanone 
2-methy 1-4- ( 3-buty Iphenyl ) -1-indanone 
2-methy 1-4- ( 4 -tert-buty Iphenyl ) - 1-indanone 
2-methyl-4- ( 3 , 5-di-tert-butylphenyl ) -1-indanone 
35 2-methyl-4-mesityl- 1-indanone 

2-methyl-4- ( 4-bipheny 1 ) -1-indanone 
2 -methyl-4 - ( 3-bipheny 1 ) - 1-indanone 
2-methyl-4- { 2-biphenyl ) -1-indanone 
2-methyl-4- ( 3 , 5-dipheny Iphenyl ) -1-indanone 
40 2-methyl-4- { 4-styryl ) -1-indanone 
2-methyl-4- ( 3-styryl ) -1-indanone 
2-methy 1-4- ( 2-styryl ) -1-indanone 
2-methy 1-4- ( 9-anthracenyl ) -1-indanone 
2-methyl-4- ( 9-phenanthrenyl ) -1-indanone 
45 2-methy 1-4- ( 2-hydroxyphenyl ) -1-indanone 
2 -methyl-4 - ( 4 -hydr oxypheny 1 ) - 1 - indanone 
2-methyl-4-(3-hydroxyphenyl)-l-indanone 
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2-met:hyl-4-- ( 2 , 4-dihydroxyphenyl ) -1-indanone 
2-methyl-4- ( 3 , 5-dihydroxyphenyl ) -1-indanone 
2-xiiethyl-4- ( 4-xtiethoxyphenyl ) -l~indanone 
2-methyl-4- ( S-methoxyphenyl ) -1-indanone 
5 2-me'thyl-4-(2-inet:hoxyphenyl)-l-indanone 

2-inethyl-4- ( 2 , 4-dimet:hoxyphenyl ) -1-indanone 
2-methyl-4- ( 3 , S^dimethoxyphenyl ) -1-indanone 
2-inethyl-4- (3,4, 5-trimethoxyphenyl ) -1-indanone 
2-inethyl-4- ( 4-phenoxyphenyl ) -1-indanone 
10 2-methyl-4- ( 3, 4-methylenedioxyphenyl) -1-indanone 
2-methyl-4- ( 4-thioanisyl ) -1-indanone 
2-inethyl-4- ( 3-thioanisyl ) -l-indanone 
2-methyl-4- ( 4-nit:rophenyl) -1-indanone 
2-methyl-4- ( 3-nitrophenyl ) -1-indanone 
15 2-methyl-4-(2-nitrophenyl> -1-indanone 

2-me1:hyl-4- ( 4 -methyl-3-nitr ©phenyl ) -1-indanone 

2 -met hy 1- 4 - ( 4 -me t hoxycar bony Ipheny 1 ) -1-indanone 

2-methyl-4- ( 3 -methoxycarbony Ipheny 1 ) -1-indanone 

2-inet:hy 1-4- ( 2 -methoxycarbony Ipheny 1 ) -1-indanone 
20 2-methyl-4-{4-carboxylphenyl) -1-indanone 

2 -me thy 1- 4 - ( 2 -c ar boxy Ipheny 1 ) - 1 - indanone 

2-methyl-4- ( 4 -formy Ipheny 1 ) -1-indanone 

2-methyl-4- ( 4-acety Iphenyl ) - 1-indanone 

2-methyl-4- ( 4 -pivaloylphenyl )- 1-indanone 
25 2-methy 1-4- { 4-aininophenyl ) -1-indanone 

2-methyl-4- ( 3-aiiiinophenyl) -1-indanone 

2-methy 1-4- ( 2-aininophenyl ) -1-indanone 

2-inethyl-4-(4-diinethylaminophenyl) -1-indanone 

2-methy 1-4- ( 3 -dimethyl aminophenyl ) -1-indanone 
30 2-methyl-4-(4-( l-pyrrolidino)phenyl)-l-indanone 

2-methy 1-4- ( 4 -hydr azinopheny 1 ) -1-indanone 

2-methy 1-4- ( 4-cyanophenyl) -1-indanone 

2-methyl-4- ( 3-cyanophenyl ) -1-indanone 

2-methy 1-4- ( 2-cyanophenyl ) -1-indanone 
35 2-methyl-4- ( 4-trifluoromethoxyphenyl)- 1-indanone 

2-methy 1-4- ( 4-f luorophenyl ) -1-indanone 
2-methyl-4- ( 4-bromophenyl ) -1-indanone 
2-methyl-4- ( 2 , 4 -dif luorophenyl ) -1-indanone 
40 2-methyl-4-(4-chlorophenyl) -1-indanone 

2-methyl-4- ( 3 , 5-dichloropheny 1 ) -1-indanone 
2-methyl-4-(4-trifluoromethylphenyl) -1-indanone 
2-methyl-4-(3-trifluoromethylphenyl) -1-indanone 
2-methy 1-4 - ( 3 , 5-bis ( trif luoromethy 1 ) phenyl ) -1-indanone 
45 2-methyl-4- ( 2 , 4-bis (trif luoromethy 1 ) phenyl ) -1-indanone 
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2-methyl-4-(2-furyl)-l-indanone 
2-inethyl-4- ( 3-f uryl ) -1-indanone 
2-inethyl-4-< 5-ine"thyl-2-£uryl ) -1-indanone 
2 -me thy 1- 4 - ( benzo f ury 1 ) - 1- indanone 
5 2-inethyl-4- ( 2~thiophenyl ) -1-indanone 

2-inet:hy 1-4- ( 5-methyl-2-thiophenyl ) -1-indanone 
2-inethyl-4- ( 3-thiophenyl ) -1-indanone 
2-inethyl-4-(5-isobutyl-2-thiophenyl) -1-indanone 

2-inethyl-4-(benzothiophenyl ) -1-indanone 
10 2-ine-thyl-4-(N-inethyl-2-pyrrolyl) -1-indanone 

2-inethyl-4- ( N-methy 1-3-pyrrolyl ) -1-indanone 

2-met:hyl-4- ( 2-pyridyl ) -1-indanone 

2-inethy 1-4- ( 3-pyridyl ) -1-indanone 

2-inethy 1-4- ( 4-pyridyl ) -1-indanone 
15 2-inethyl-4- ( 2-pyriinidyl ) -1-indanone 

2-inethyl-4- ( 2-quinoly 1 ) -1-indanone 

2-inethyl-4- ( 3-quinolyl ) -1-indanone 

2-methyl-4-(4-isoquinolyl) -1-indanone 

2-methyl-4- ( 2-thia2olyl ) -1-indanone 
20 2-nie1:hyl-4- ( 2-benzo1:hioazolyl ) -1-indanone 

2-methyl-4- ( 2-N-inethyliinidazolyl ) -1-indanone 

2-methyl-4-(2-N-inethylbenzoimidazolyl) -1-indanone 

2-xnel:hyl-4- ( 2-oxazolyl ) -1-indanone 

2 -xne-thy 1-4 - ( N-xne thy Itr iazoly 1 ) - 1-indanone 

25 

2-methyl-4-butyl-l-indanone 
2-methyl-4-cyclohexyl- 1-indanone 
2 -methyl- 4 -isopropyl- 1-indanone 
2 -me thy 1-4 -benzyl- l-±ndanone 
30 2-methyl-4- ( hex-l-en-6-yl ) - 1-indanone 
2-methy 1-4 - { hex-l-en- 1-y 1 ) - 1-indanone 
2 -me thy 1- 4 -vinyl- 1 - indanone 

2-methyl-4-(2-trimethylsilylethen-l-yl) -1-indanone 
2-methyl-4-(2-phenylethyn-l-yl)- 1-indanone 
35 2-methy 1-4- ( 2-tert-butylethyn-l-yl ) -1-indanone 
2-methy 1-4-allyl-l-indanone 

2-methyl-4-(2-trimethylsilylethyn-l-yl)-l-indanone 
2-methy 1-4- ( 2-phenylethen-l-yl ) -1-indanone 

40 2-methy 1-4-trimethylstannyl- 1-indanone 
2 -me thy 1-4 - tr ibu t y 1st anny 1 - 1 - indanone 
2-methy 1-4-triphenylstannyl-l-indanone 



2-methyl-4-(boronic acid pinacol ester )- 1-indanone 
45 2-methyl-4-(boronic acid trimethylene glycol ester )-l- 
2-methyl-4 - ( B-catecholborane ) -1-indanone 
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2-met;hyl-4-diphenylphosphino-l-indanone 
2-inet:hyl-4-dibutylphosphino-l-indanone 

2-inethyl-4- (methoxyphenyl-methyl-phosphino ) -1-indanone 

5 2-ethyl-4-phenyl-l-indanone 

2-ethyl-4- ( 4-tolyl ) -1-indanone 

2-ethyl-4-naphthyl-l-indanone 

2-et:hyl-4- ( 2-f uryl ) -1-indanone 

2-e-thyl-4-cyclohexyl-l-indanone 
10 2-ethyl-4-butyl-l-indanone 

2-n-propyl-4-phenyl-l-indanone 

2 -n-pr opy 1- 4 -naphthy 1- 1-indanone 

2-n-propyl-7- ( 4-tert-butylphenyl ) -1-indanone 

2-n-propy 1-7- ( 4-met:hylphenyl)- 1-indanone 
15 2 -n-buty 1-7 -phenyl- 1-indanone 

2 -n-buty 1-7 -naphthyl- 1- indanone 

2-n-butyl-7- ( 4-tert.-buty Ipheny 1 ) -1-indanone 

2-n-butyl-7-(4-methylphenyl) -1-indanone 

2-isopropy 1-4- ( 2-pyrridyl) -1-indanone 
20 2-isopropyl-4-phenyl-l-indanone 

2-isopropyl-4-naphthyl- 1-indanone 

2-isobutyl-4-phenyl-l-indanone 

2-isobutyl-4-napht:hyl-l-indanone 

2-cyclohexyl-4-phenyl- 1-indanone 
25 2-trifluoromethyl-4-phenyl- 1-indanone 

2-trif luoronie1:hyl-4- ( 4-t:olyl ) -1-indanone 

2-trifluoromet:hyl-4-naph1:hyl-l-indanone 

2-trif luoromethyl-4- ( 4-methoxyphenyl ) -1-indanone 

2-trif luorome1:hyl-4- ( 3 , 5-bis ( trif luoromethy 1 ) phenyl ) -1-indanone 
30 2 , 7-diinet:hyl-4-phenyl-l-indanone 

2 -me thy 1-7 -me t hoxy- 4 -pheny 1 - 1 - indanone 
2 , 6-dimethyl-4-phenyl-l-indanone 
2 , 5-dimethyl-4-phenyl- 1-indanone 

2 . 5- dimethyl-4-p-tolyl-l-indanone 

35 2 , 5-dimethyl-4- ( 2-thiophenyl ) -1-indanone 

2 ; 7-methyl-4-naphthyl-l-indanone 

2-methyl-5-phenyl-4-naphthyl-l-indanone 

2-methyl-5 , 4-diphenyl- 1-indanone 

2-methyl-4- < 4-f luorophenyl ) -1-indanone 
40 2-methy l-5-diphenylphosphino-4- ( 4-nitrophenyl ) -1-indanone 

2-methyl-5-chloro-4-phenyl- 1-indanone 

2 . 6- dimethyl-4- ( 4-methoxyphenyl )- 1-indanone 

2-ethyl-7-methyl-4-(3,5-bis(trifluoromethyl)phenyl)-l-indanone 

2-ethyl-5-vinyl-4- ( 2-f uryl) -1-indanone 
45 2-isopropyl-5-trifluoromethyl-4-phenyl-l-indanone 
2-cyclohexyl-5-methyl-4-(2-pyridyl) -1-indanone 
2-trif luoromethyl-7-butyl-4-naphthyl-l-indanone 
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2 , 5-trif luoromethyl-4-butyl-l-indanone 

2-triinethylsilyl-5-isopropyl-4-(boronic acid pinacol ester )- 

1- lndanone 

2- dimet:hylamino-6-cyclohexyl-4-triinethylstannyl-l-indanone 

5 

2,5,6, 7-tetraniethyl-4-phenyl-l-indanone 
2-methyl-7-phenyl-5-methoxy-4-naphthyl-l-indanone 

2-butyl-5-benzyl-6-broino-4- ( 4-inethoxyphenyl )-l-indanone 
2-triinethylsily loxy-7-n«e1:hoxy-5-allyl-4- ( 2-pyridyl ) -1-indanone 

10 2-N-piperidino-7-f luoro-5 , 4-diphenyl- 1-indanone 

2-isopropyl-7-cyclohexyl-5-methyl-4-triinethylstannyl-l-indanone 

2 , 5-dimethoxy-7-bromo-6-trif luoromethyl-4-f uryl-l-indanone 

2-trifluoroethoxy-7-thioniet:hoxy-6-butyl-4-vinyl-l-indanone 

2-triethylsily 1-5, 6-difluoro-4-(3-cyanophenyl) -1-indanone 

15 2 , 5-diphenyl-7-f luoro-l-indanone 

in the process of the present invention, at least one indanone of 
the formula I or la is reacted with at least one coupling 
component, forming the indanones of the formulae II and Ila. In 
20 this reaction, the coupling component serves to introduce the 
radical R3. It is also possible for the coupling component to 
convert one or more of the radicals Yi, and y3 which are as 
defined for X into radicals YS y5 and Y^ which are as defined for 
R3. 



25 



The coupling components are preferably compounds containing 
elements of Groups 13-17 of the Periodic Table of the Elements. 
The coupling components are preferably compounds containing 
boron, carbon, silicon, germanium, tin, phosphorus or fluorine. 
30 The coupling components are particularly preferably compounds 
containing boron, carbon, silicon, tin or phosphorus. 

preferred boron-containing coupling components are boronic acids 
and boronic esters, for example of the type 
35 R4-B(0R5)2» 

where R* is a Ci-C4o-group such as a linear, branched or cyclic 
Ci-C2o-alkyl group which may bear one or more identical or 
different halogen, OH, 0R2, SR2, NR^z-. PR^2-r -SiR^a or -OSiR^a 
substituents, a Ce-Cza-aryl group which may bear one or more 

40 identical or different halogen, 0R2, SR2, NRZz-. NH2, -N2H3, NO2, 
CN, CO2R2, COR24, CHO, PR22-, -SiR23 or -OSiR^a substituents, a 
C-Cis-alkylaryl group or C-Cig-arylalkyl group, where the alkyl 
group may bear one or more identical or different halogen, OH, 
OR2, SR2, NR22-, -SiR23 or -OSiR23 substituents and the aryl 

45 group may bear one or more identical or different halogen, OR^, 
SR2, NR22-, NH2, -N2H3 , NO2 , CN, COzR^ , COR^ , CHO, PR^a-, "SiR^a or 
-OSiR23 substituents, a Cj-Cio-alkenyl group which may bear one or 
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more identical or different halogen, OH, 0R2, SR2, NR^j-, PR22-r 
-SiR^a or -OSiR^a substituents, a C2-Cio-alkynyl group which may 
bear one or more identical or different halogen, OH, OR^, SR2, 

PR22-, -SiR23 or -OSiR^a substituents , a CB-Ci2-arylalkenyl 
5 group which may bear one or more identical or different halogen, 
OH, 0R2, sr2, NR22-, PR22-, -SiRZa or -OSiR^a substituents , or R* is 
a Ci-C20'-heterocyclic group which may in turn bear Ci-C20''"dicals 
or heteroatoms as substituents, and 

r5 are identical or different and may each be a hydrogen atom, a 
10 linear, branched or cyclic Ci-C4o-group, for example a Ci-C2o-allcyl 
group or a C6-Ci4-aryl group, or form a ring system. 
Also preferred are condensation products of the abovementioned 
boronic acids and boronic esters. 

15 Preferred boron— containing coupling components are, furthermore, 
boranes, for example of the type r6-B(R7)2, where R^ is a linear, 
branched or cyclic Ci-C2o-alkyl group or a C6-Ci4-aryl group, which 
may each bear one or more identical or different halogen, OR^, 
SR2, NR22-f NH2, -N2H3, NO2 , CN, CO2R2 , C0R2 , CHO, PR22-, -SiR23 or 

20 -0SiR23 substituents, and R^ are identical or different and are 
each halogen, a linear, branched or cyclic Ci-C4o-group, for 
example a Ci-C2o-alkyl group or a C6-Ci4-aryl group, or R"' form a 
ring system. 

25 Also preferred are diboranes, for example of the type 
B— B -° — °- 



30 



where R^ is as defined above, in particular the compounds 



35 
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Examples of carbon-containing coupling components are alkenes and 
alkynes. Particular preference is given to alkenes and alkynes of 
45 the formula 
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H R „ 

>=< 

R" R' 

R, R' and R" are identical or different and are each H or a 
Ci-Cio-alkyl group, where one or more of the CH2 groups may be 
replaced by identical or different O, S, NR^, -CO-, -0C=0-, C(0)0, 
-CONR2, C6-Ci4-arylene -CHa^CHj-, -Csc- or -SiR^ groups and one or 
more H of R may be replaced by identical or different Ci-C4-allcyl, 
OH, SiR32, halogen, -C^N-, -N3, NRj^, COOH, -COjR^ or -0C(0)R2 
substituents, where R, R' and R" may form one or more ring 
systems and R^ is as defined in formula I. 

very particular preference is given to alkenes and alkynes in 
which R, R' are identical or different and are each H or a 
Ci-Cg-alkyl group, where one or two CH2 groups may be replaced by 
identical or different -CO-, -C(0)0-, CONR2 and phenylene groups 
and from 1 to 3 H of R may be replaced by identical or different 
SiRa^, OH, F, CI, CN and COaR' substituents, and in which R" is H 
and r2 is as defined above. 

Examples of silicon-containing coupling components are compounds 
of the type R*-Si(R')3 with the abovementioned definitions for R 
and R^ . 

Examples of tin-containing coupling components are stannanes, for 
example of the type R4-Sn(R7)3, and also distannanes of the type 
(R7)3Sn-Sn(R7)3 with the abovementioned definitions for R* and R'. 

Examples of phosphorus-containing coupling components are 
compounds of the type (r5)2P-R8, where the radical r8 is H, Sn(R7)3 
or Si(R')3 and r5 and R' are as defined above. 

Examples of fluorine-containing coupling components are fluoride 
salts in which the cation is an element of groups 1-3 of the 
periodic Table of the Elements or, particularly preferably, is a 
*° bulky peralkylated ammonium, sulfonium, amidosulf onium, 
phosphoniuro, amidophosphonium or guanidinium cation. 

The coupling components described are illustrated by the 
following examples which do not restrict the scope of the 
invention . 



30 



35 



' I 




wo 98/40331 



PCT/EP98/01232 



25 



Examples of boronic acids and boronic esters ares 



p-toLylboronic acid 
m-tolylboronic acid 
5 o-tolylboronic acid 

2 . 3- dimethylphenylboronic acid 

2 . 4- diine1:hylphenylboronic acid 
2 , 6-dimethylphenylborpnic acid 

3 . 5- dimethy Iphenylboronic acid 
10 mesitylboronic acid 

tetramethy Iphenylboronic acid 

butylphenylboronic acid 

4 -tert-buty Iphenylboronic acid 

4-ethy Iphenylboronic acid 
15 tert-butylphenylboronic acid 

isopropy Iphenylboronic acid 

eye lohexy Iphenylboronic acid 

4- ( hex-5-en-l-yl ) phenylboronic acid 

triisopropylsilylphenylboronic acid 
20 p-methoxyphenylboronic acid 

m-methoxyphenylboronic acid 

o— methoxyphenylboronic acid 

2.4- dimethoxyphenylboronic acid 

2.5- diiaethoxyphenylboronic acid 
25 3 , S-dimethoxyphenylboronic acid 

2^3, 4-triinet:hoxyphenylboronic acid 
2,4, 6-trijnethoxyphenylboronic acid 
3,4, 5— trimethoxyphenylboronic acid 
p— phenoxyphenylboronic acid 
30 p-ethoxyphenylboronic acid 

2- ( 3 ' -phenylboronic acid ) -1 , 3-dioxolane 
3 , 4 - ( methy lenedioxy ) phenylboronic acid 

3 , 4- ( isopropy lidenedioxy) phenylboronic acid 

p-thioanisylboronic acid 
35 m-thioanisylboronic acid 

o-thioanisylboronic acid 

p-nitrophenylboronic acid 

o-nitrophenylboronic acid 

m-nitrophenylboronic acid 
40 3-nit.ro-4-methylphenylboronic acid 

3- nitiro-4-bromophenylboronic acid 

4« (niethoxycarbonyl ) phenylboronic acid 
3- (methoxycarbonyl) phenylboronic acid 
2- (methoxycarbonyl ) phenylboronic acid 
45 4-carboxylphenylboronic acid 
3'-carboxy Iphenylboronic acid 
2-carboxylphenylboronic acid 



phenylboronic acid 
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formylphenylboronic acid 

acetylphenylboronic acid 

pivaloylphenylboronic acid 

o-f luorophenylboronic acid 
5 m—f luorophenylboronic acid 

p-f luorophenylboronic acid 

2, 3-dif luorophenylboronic acid 

2 ^4-dif luorophenylboronic acid 

3 , 5-dif luorophenylboronic acid 
10 2,3, 4 -tr if luorophenylboronic acid 

2,4, e-trif luorophenylboronic acid 

tetraf luorophenylboronic acid 

pent af luorophenylboronic acid 

o-chlorophenylboronic acid 
15 m-chlorophenylboronic acid 

p-chlorophenylboronic acid 

3 . 5- dichlorophenylboronic acid 
2,4, e-trichlorophenylboronic acid 
p-bromophenylboronic acid 

20 p-trifluoromethylphenylboronic acid 
m-trif luoromethylboronic acid 
o-trif luorome-thylboronic acid 

2 . 6- bis ( trif luorome-thyl )phenylboronic acid 
3 , 5-bis ( trif luoromethyl ) phenylboronic acid 

25 p-trifluoromethyltetraf luorophenylboronic acid 
trif luoromethoxyphenylboronic acid 
o— cyanophenylboronic acid 
xn-cyanophenylboronic acid 
p— cyanophenylboronic acid 
30 tetraf luorocyanophenylboronic acid 
m-aminophenylboronic acid 
p-aminophenylboronic acid 
tetraf luoro-4-aniinophenylboronic acid 
3-aiaino-4-methylphenylboronic acid 
35 p-dimethylaminophenylboronic acid 
m-dime-thylaminophenylboronic acid 
o-dime-thylaminophenylboronic acid 
hydrazylphenylboronic acid 
p-hydroxyphenylboronic acid 
40 m-hydroxyphenylboronic acid 
o-hydroxyphenylboronic acid 
3-hydroxy-4-phenylboronic acid 

2.4- dihydroxyphenylboronic acid 

3 . 5- dihydroxyphenylboronic acid 
45 1-naphthylboronic acid 

2-naphthylboronic acid 
2-methyl-l-naphthylboronic acid 
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4-methyl-l-naphthylboronic acid 
4-inethoxy-l-naphthylboronic acid 
6-met:hoxy-2-naphthylbororiic acid 
2--biphenylboronic acid 
5 3-biphenylboronic acid 

4- biphenylboronic acid 

3 , 5-diphenylphenylboronic acid 
p-styrylboronic acid 
m-styrylboronic acid 
10 o-styrylboronic acid 

9-ant:hraceneboronic acid 
9-phenanthreneboronic acid 

2- furanboronic acid 

3- f uranboronic acid 

15 5-inethyl-2-furanboronic acid 
benzofuranboronic acid 

2- 'thiopheneboronic acid 

3- thiopheneboronic acid 

5- inethyl-2-thiopheneboronic acid 
20 benzothiopheneboronic acid 

N-inethyl-2-pyrroleboronic acid 
N-methyl-3--pyrroleboronic acid 

2- pyridineboronic acid 

3- pyridineboronic acid 
25 4-pyridineboronic acid 

pyrimidineboronic acid 

2- quinolineboronic acid 

3- quinolineboronic acid 

4- isoquinolineboronic acid 

30 tetraf luoropyridineboronic acid 

vinylboronic acid 

but-2-en-2-ylboronic acid 

hexenylboronic acid 

cyclohexenylboronic acid 
35 2-phenylethenylboi:onic acid 

6-it\et:hoxyhex- 1-ene- 1-boronic ac id 

allylboronic acid 

benzylboronic acid 

p-methoxybenzylboronic acid 
40 ethynylboronic acid 

2-trimethylsilylet:hynylboronic acid 

2-phenylethynylboronic acid 
hex- 1-yne- 1-boronic acid 
tert-butylacetyleneboronic acid 
45 n-butylboronic acid 

cyclohexylboronic acid 
isopropylboronic acid 
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phenylboronic acid dimethyl ester 
phenylboronic acid diethyl ester 
phenylboronic acid dibutyl ester 
phenylboronic acid diisopropyl ester 
5 phenylboronic acid dicyclohexyl ester 
phenylboronic acid di-tert-butyl ester 
phenylboronic acid diphenyl ester 
p-tolylboronic acid dimethyl ester 
p-tolylboronic acid diethyl ester 
10 p-tolylboronic acid diisopropyl ester 

3,5-diinethylphenylboronic acid dibutyl ester 

3, 5-bis{tr if luoromethyl) phenylboronic acid methyl ester 

1-naphthylboronic acid dimethyl ester 

1-naphthylboronic acid diethyl ester 
15 1-naphthylboronic acid dibutyl ester 

1-naphthylboronic acid diisopropyl ester 

1- naphthylboronic acid diphenyl ester 

2- naphthylboronic acid dimethyl ester 

2- naphthylboronic acid diisopropyl ester 
20 2-furanboronic acid dimethyl ester 

3- furanboronic acid diisopropyl ester 
2-thiopheneboronic acid dimethyl ester 
n-methylpyrrole-2-boronic acid diisopropyl ester 
pyridineboronic acid dimethyl ester 

25 pyridineboronic acid diisopropyl ester 

B-n-butylcatecholborane 

B« ( 1-hexenyl ) catecholborane 

B-cyc lohexy Icatecholborane 

B-phenylcatecholborane 
30 B- ( 1-naphthyl ) catecholborane 

B- { 2-naphthyl ) catecholborane 

B-ethyny Icatecholborane 

B- ( 2-trimethylsilylethynyl ) catecholborane 
B- ( 2-phenylethynyl ) catecholborane 

35 0- ( hex- 1 -y n- 1 -y 1 ) catecho Ibor ane 

B- { tert-buty lethynyl ) catecholborane 
phenylboronic acid pinacol ester 
phenylboronic acid cyclohexanediol ester 
phenylboronic acid trimethylene glycol ester 

40 phenylboronic acid glycol ester 

phenylboronic acid 2 ' , 2 '-dimethylpropanediol ester 
1-naphthylboronic acid cyclohexanediol ester 
1-naphthylboronic acid trimethylene glycol ester 

1- naphthylboronic acid pinacol ester 
45 1-naphthylboronic acid glycol ester 

2- naphthylboronic acid trimethylene glycol ester 
2-naphthylboronic acid pinacol ester 



wo 98/40331 PCT/EP98/01232 

29 

me-thoxyphenylboronic acid dimethyl ester 
aminophenylboronic acid tributyl ester 
nitrophenylboronic acid pinacol ester 
fluorophenylboronic acid trimethylene glycol ester 
5 chlorophenylboronic acid diisopropyl ester 
bromophenylboronic acid pinacol ester 
cyanophenylboronic acid pinacol ester 
4-{methoxycarbonyl)phenylboronic acid pinacol ester 
4-(methoxycarbonyl)phenylboronic acid trimethylene glycol ester 
10 vinylboronic acid dimethyl ester 
B-vinylcatecholborane 

vinylboronic acid trimethylene glycol ester 
hex-l-en-l-ylboronic acid diisopropyl ester 
B-hexenylcatecholborane 
15 cyclohexenylboronic acid diethyl ester 
B-cyclohexenylcatecholborane 
2-phenylethenylboronic acid diphenyl ester 
2-phenylethenylcatecholborane 

6-methoxyhex-l-ene-l-boronic acid dimethyl ester 
20 allylboronic acid diisopropyl ester 
ally Iboronic acid pinacol ester 
allylcatecholborane 

benzylboronic acid diisopropyl ester 

p-methoxybenzylboronic acid trimethylene glycol ester 
25 ethynylboronic acid diisopropyl ester 

2-tr imethy Is ilylethyny Iboronic acid diisopropyl ester 

2-trimethylsilylethynylboronic acid trimethylene glycol ester 

2-phenylethynylboronic acid pinacol ester 

2 -phenylethyny Iboronic acid diisopropyl ester 
30 hex-l-yn-l-boronic acid diisopropyl ester 

hex-l-yn-l-boronic acid dibutyl ester 

tert-butylacetyleneboronic acid diisopropyl ester 

tert-butylacetyleneboronic acid pinacol ester 

n-buty Iboronic acid dimethyl ester 
35 n-butylboronic acid diisopropyl ester 

B-n-butylcatecholborane 

n-butylboronic acid trimethylene glycol ester 
n-butylboronic acid pinacol ester 
cyclohexy Iboronic acid dimethyl ester 
40 B-cyclohexylcatecholborane 

cyclohexy Iboronic acid trimethylene glycol ester 

isopropy Iboronic acid diethyl ester 

B— isopropylcatecholborane 

isopropy Iboronic acid pinacol ester 

45 



m 
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Examples of above-described boranes are; 
B-n-bu1:yl-9-borabicyclo[3.3.11nonane = B-n-butyl^9H 

B-isoainyl-9-BBN 
B- ( hex- 1-en-l-yl ) -9-BBN 
5 B-vinyl-9-BBN 

B-cyclohexyl-9-BBN 

B- ( 2-t:rimet:hylsilylethen-l-yl)-9-BBN 

B-phenyl-9-BBN 

B- ( 1-naphthy 1 ) -9-BBN 
10 B-(2-naphthyl)-9-BBN 

B- ( 3 , 5-bis { trif luoromethy 1 ) phenyl ) -9-BBN 

B- ( 2-phenylethyn-l-yl ) -9-BBN 

B-(2-phenyle1;hen-l-yl)-9-BBN 

B-benzy 1- 9 -BBN 
15 B-allyl-9-BBN 

e t hy Idis iamy Iborane 

n— butyldisiamylborane 

aimyldisiainy Iborane 

eye lohexy Idis iamy Iborane 
20 viny Idis iamy Iborane 

hex-l-en-l-yldisiamy Iborane 
2-phenylethen-l-yldisiamy Iborane 
2-trimethylsilylet:hen-l-yldisiamy Iborane 

phenyldisiamy Iborane 
25 naphthy Idis iamy Iborane 
benzy Idis iamy Iborane 

2-trimethylsilylethyn-l-yldisiamy Iborane 

tributy Iborane 
eye lohexy Idibuty Iborane 
30 vinyldibuty Iborane 

hex-l-en-l-yldibutylborane 
2-phenylet:hen-l-y Idibuty Iborane 
2-t:rimethylsilylethen-l-y Idibuty Iborane 

pheny Idibuty Iborane 
35 naphthyldibuty Iborane 
benzy Idibuty Iborane 

2-trimethylsilylethyn-l-yldibuty Iborane 

e thy Idicyc lohexy Iborane 
n-butyldicye lohexy Iborane 
40 amy Idicyclohexy Iborane 
vinyldicyelohexylborane 
hex- 1-en- 1-y Idieye lohexy Iborane 
2-phenylethen-l-y Idicyclohexy Iborane 
2-trimethylsilylethen-l-yldicyclohexylborane 

45 phenyldieyclohexylborane 
naphthy Idicy e lohexy Iborane 
benzy Idicyc lohexy Iborane 
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2-triine1:hylsilylethyn-l-yldicyclohexylboraiie 

di-n-butylthexylborane 
divinylthexylborane 
dihex-l-en-l-ylthexylborane 
5 diphe ny 1 1 he xy Ibor ane 
dinaphthylthexylborane 

bis-( 2-tr±methylsilylet.hen-l-yl)thexylborane 

n— butyldlbromoborane 

n-butyldichloroborane 
10 amyldibromoborane 

cyclohexyldibromoborane 

vinyldibromoborane 

vinyldichloroborane 

hex-l-en-l-yldibromoborane 
15 2-phenylethen-l~yldibroinoborane 

2-phenylethen-l-yldichloroborane 

2-triinethylsilylethen-l-yldif luoroborane 

phenyldibromoborane 
phenyldichloroborane 
20 naphthyldibromoborane 
benzyldibromoborane 

2-trimethylsilylethyn-l-yldibromoborane 
tert-buty lethyny Idif luorobor ane 
butyldiisopinocamphenylborane 
25 vinyldiisopinocamphenylborane 

hex-l-en-l-yldiisopinocamphenylborane 
phenyldiisopinocampheny ibor ane 
naphthyldiisopinocampheny Ibor ane 

2-triinethylsilylethen-l-yldiisopinocamphenylborane 

30 

Examples of above-described stannanes and distannanes 
phenyltrimethylstannane 
phenyltributylstannane 
tetraphenylstannane 
35 p-tolyltrimethylstannane 
m-tolyltributylstannane 
o-tolyltrimethyistannane 

2 , B-dimethylphenyltrimethylstannane 
2 , 4-dimet.hylphenyltribu'tylstannane 

40 2 , e-dimethylphenyltrimethylstiannane 

3 , s-ddLmethylphenyltrime-thylstannane 

mes ity l-trimethy Istannane 
tetramethylphenyltrimethylstannane 
butylphenyltrimethylstannane 
45 tert-butylphenyltributylstannane 
isopropylphenyltrimethylstannane 
cyclohexylphenyltrimethylstannane 
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4- { hex-5-en-l-yl ) phenyl trims thy Is tannane 
triisopropylsilylphenyltrimethylstannane 
p-methoxyphenyltrimethylstannane 
xn-methoxyphenyltributylstannane 
5 o-methoxyphenyltrimethylstannane 

2 . 4- diinethoxyphenyltrimethylstannane 

2 . 5- dimethoxyphenyltrimethylstannane 
3 , S-dimethoxyphenyltributylstannane 

2.3. 4- triinethoxyphenyltrimethylstannane 
10 2,4, e-trimethoxyphenyltrimethylstannane 

3.4. 5- trimethoxyphenyltributylstannane 
p-phenoxyphenyltrimethylstannane 
p-ethoxyphenyltrimethylstannane 

2- ( 3 r -phenyltrimethylstannane ) -1 , 3-dioxolane 
15 3 , 4- (methylenedioxy )phenyltrimethylstannane 

3 , 4- ( isopropylidenedioxy )phenyltrimethylstannane 
p-thioanisyltributylstannane 
m-thoianisyltrimethylstannane 
o-thioanisyltrixnethylstannane 
20 p-nitrophenyltrimethylstannane 
o-nitrophenyltributylstannane 
m-nitrophenyltrimethylstannane 

3- nitro-4-methylphenyltrimethylstannane 
3-nitro-4~broinophenyltrimethylstannane 

25 4- (methoxycarbonyl ) phenyltributylstannane 

3- ( methoxycarbonyl ) phenyltrimethyls tannane 

2- ( methoxycarbonyl ) phenyltrimethyls tannane 

4- carboxylphenyltrimethylstannane 

3- carboxylphenyltributylstannane 
30 2 -c arboxy Ipheny 1 tr ime thy Is tannane 

formylphenyltrimethylstannane 
acetylphenyltrimethylstannane 
pivaloylphenyltrimethylstannane 
o-f luorophenyltrimethylstannane 
35 m-f luorophenyltrimethylstannane 
p-fluorophenyltributy Is tannane 

2 . 3- dif luorophenyltrimethylstannane 

2 . 4- dif luorophenyltrimethylstannane 

3 . 5- dif luorophenyltriethylstannane 

40 2,3, 4-trif luorophenyltrimethylstannane 
2,4, 6-trif luorophenyltrimethylstannane 
tetraf luorophenyltriethylstannane 
pentaf luorophenyltrimethylstannane 
o-chlorophenyltrimethylstannane 

45 m-chlorophenyltributylstannane 
p-chlorophenyltrimethylstannane 
3 , 5-dichloropheny Itrimethylstannane 
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2,4, 6-trichloropheny Itrimethylstannane 
p-broitiophenyltrimethylstannane 
p-trif luoromethylphenyltrimethylstannane 
m-trif luoromethyltributylstannane 
5 o-trif luoromethyltrime-thylstannane 

2 , 6-bis ( trif luoromethyl ) phenyltrimethylstannane 
3 , 5-bis ( trif luoromethyl ) pheny Itributylstannane 
p-trifluoromethyltetrafluorophenyltrimethylstannane 

trifluorome-thoxyphenyltrimethylstannane 
10 o-cyanophenyltrimethylstannane 
m-cyanophenyltributylstannane 
p-cyanophenyltrimethylstannane 
te-traf luorocyanophenyltrimethylstannane 

m-aminophenyltrimethylstannane 
15 p-aminophenyltrimethylstannane 

tetraf luoro--4-aininophenyltriinethylstannane 

3-amino-4-methylphenyltriinethylst:annane 

p-dimethylaminopheriyltrimethylstannane 

m-dime-thylaminophenyltriethylstannane 
20 o-dimethylaitiinophenyltrimethylstannane 

hydrazylphenyltrimethylstannane 

p-hydroxyphenyltrimethylstannane 

m-hydroxyphenyltributylstannane 

0- hydroxyphenyltrimethylstannane 

25 3-hydroxy-4-phenyltriinethylstannane 

2 . 4- dihydroxyphenyltrimethylstannane 
3 , s-dihydroxyphenyltrixnethylstannane 

1- naphthyltrimethylstannane 

1- naphthyl-tributylstannane 
30 2-naph1:hyltriinet.hylstannane 

2- methyl-l-naphthyltriinethylstannane 
4_niet:hyl-l-naphthylt:rixnethylstannane 
4-me1:hoxy-l-naphthyltriniethylsl:annane 
6-met:hoxy-2-naph-thyltrimethylstannane 

35 2-biphenyltrime-thylstannane 

3- biphenyltrimethyls-tannane 

4- biphenyltrimet:hylstannane 

3 . 5- diphenylphenyltrimethylstannane 
p-styry Itr imethylstannane 

40 m-styryltrimethylstannane 

o-styryltrimethylstannane 

9-anthracenetriinethylstannane 

9-phenanthrenet:rimethylst:annane 

2-furantrinie-thyls1::annane 
45 S-furantrdLmethylstannane 

benzof urantrimethylstannane 

2-thiophenetr imethylstannane 
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a-thiophene-trimethylstannane 
benzothiophenetrimethylstannane 
N-methyl-2-pyrroletriniethylstannane 
N-inethyl-3-pyrroletriinethylstannane 

5 thiazoletributylstannane 

N-methylimidazoletriniethylstannane 
N-methylbenzoimidazoletrimethylstannane 

oxa zo le tr ibu ty Is tannane 
benzothiazoletrimethylstannane 
10 N-methyltiriazoletributylstannane 
2-pyridinetriinethylstannane 
S-pyridinet-rimethylstannane 

4- pyridinet:rime1:hylstannane 
pyrimidinetrimethylstannane 

15 2-quinolinetrimet:hylst:annane 

5- guinolinetriinethylstannane 
4-isoquinolinetrimethylstannane 
tetrafluoropyridinetrimethylstannane 

20 vinyltrimethylstannane 

2-triinethylsilylethene-l-tributylstannane 

but-2-en-2-yltriinethylst:annane 
methyl 3-tributylstannyl acrylate 
hexeny 1 tr ime t hy 1 s t annane 
25 eye lohexenyltr ime thy 1st annane 

2-phenylethenyltrimethylstannane 
e-methoxyhex-l-ene-l-trimethylstannane 

allyltrimethylstannane 
benzyltrimethylstannane 
30 p-methoxybenzyltrimethylstannane 
ethynyltrimethylstannane 

2-trimethylsilylethynyltrimethylstannane 

2-phenylethynyltrimethylstannane 

hex- 1-yny 1- 1- 1 r ime thy 1 s t annane 
35 tert-butylacetylenetrimethylstannane 

n-butyltrimethylstannane 
eye lohexyltrimethy 1st annane 
i s opr opy 1 1 r ime t hy 1 s t annane 
hexamethyldistannane 
40 hexaethyldistannane 
hexabutyldistannane 
hexaphenyldistannane 



45 
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Examples of the above-described alkenes and alkynes are: 
ethylene , styrene , a-methy Istyrene , 
p-xnethylstyrene , 2,4, 6-t:rimethylstyrene , 
5 p-methoxystyrene, p-vinylstyrene , p-dimethy laminostyrene , 
p-chlorostyrene, p-aitiinostyrene , viny Inaphthalene , p-hydroxy 
styrene , 

methyl aery late, ethyl aery late, butyl aery late, octadecyl 
aery late, t-butyl acrylate, dimethylaminoethyl aerylate, 
10 hydroxyethyl aerylate, aerylamide, N,N-dimethylaerylamide, 
methyl methaerylate, ethyl methaerylate, butyl methacrylate, 
octadecvl methaerylate, t-butyl methaerylate, dimethylaminoethyl 
methaerylate, hydroxyethyl methaerylate, N,N-dietnylmethacryl- 
amide 

15 acrylonitrile , methacrylonitrile 

vinylpyridines, butadiene, isoprene, phenylbutadiene, 
cyelohexene, cyclopentene, 

methyl vinyl ketone, eyelohexenone, cyclopentenone, aerolem, 
acetylene, propyne, hexyne, phenylacetylene , t-butylaeetylene, 
20 trimethylsilylaeetylene, propargyl alcohol, methyl propynoate, 
propargyl aldehyde, vinylaeety lene , dihydrof uran, dihydropyran . 

Examples of above-described silicon compounds are: 

pheny Itr imet hy 1 s ilane 
25 phenyltrifluor OS ilane 

naphthyltrimethyls ilane 

naphthyltr if luoros ilane 

2-pyridyltrimethylsilane 

p-methoxyphenyltriethylsilane 
30 trif luoromethylphenyltrimethylsilane 

vinyltrif luoros ilane 

viny Itr imet hy Is ilane 

hex-l-en-l-yltrimethylsilane 

e t hy ny Itr ime t hy 1 s i lane 
35 ethynyltrichloros ilane 

tert-butylethynyltrifluorosilane 

Examples of above-described phosphorus compounds are: 
diphenylphosphine 
40 di(o-tolyl )phosphine 

di ( bis ( trif luoromethy 1 ) phenylphosphine ) 
trimethylstannyldi(p-methoxyphenyl)phosphine 

trimethylsilyldiphenylphosphine 
trimethylstannyldiphenylphosphine 
45 dibutylphosphine 
dimethylphosphine 
triethylsilyldimethylphosphine 
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dicyclohexylphosphine 

trime-thylsilyldicyclohexylphosphine 

trimethylstannylcyclohexylbutylphosphine 

5 The process of the present invention for preparing indanones of 
the formula II or lla can be carried out, for example, by 
reacting the indanones of the formula I or la with the 
above-described coupling components such as boron-, carbon-, 
tin-, silicon- or phosphorus-containing compounds in a solvent, 
XO eg. a nonpolar, polar aprotic or polar protic solvent or any 
mixtures of components of these solvent classes. 

solvents which can be used are, for example, hydrocarbons, 
halogenated hydrocarbons, ethers, polyethers, ketones, esters, 
15 amides, amines, ureas, sulfoxides, sulfones, phosphoramides , 
alcohols, polyalcohols , water and mixtures of these. 

Preferred solvents are aromatics such as benzene, toluene, 
xylene, mesitylene, ethy Ibenzene , ethers such as diethyl ether, 

20 MTBE, THF, dioxane, anisole, di-n-butyl ether, DME, diglyme, 
triglyme, acetone, ethyl methyl ketone, isobutyl methyl ketone, 
ethyl acetate, DMF, dimethylacetamide , NMP, HMPA, acetonitr ile , 
triethylamine, water, methanol, ethanol, isopropanol, isobutanol, 
ethylene glycol, diethylene glycol, glycerol, triethylene glycol 

25 and mixtures of these. 

particular preference is given to toluene, xylene, diethyl ether, 
MTBE, THF, DME, diglyme, acetone, DMF, NMP, water, ethylene 
glycol and mixtures of these. 

30 

The process of the present invention can be carried out, if 
desired, in the presence of a catalyst and, if desired, in the 
presence of a base, a salt-like additive or a phase transfer 
catalyst. 

The catalysts which can be used in the process of the present 
invention comprise transition metal components such as transition 
metals or transition metal compounds and, if desired, cocatalyst 
components which can act as ligands. 

AS transition metal components, preference is given to using 
transition metals of groups 6 to 12 of the Periodic Table of the 
Elements or compounds of these transition metals. 

45 Particularly preferred transition metal components are transition 
metals of groups 8 to 10 of the Periodic Table of the Elements. 
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preferred transition metal components are nickel, palladium and 
platinum and also compounds of these transition metals, m 
particular nickel and palladium and also their compounds 
(J. Tsuji, palladium-Reagents and Catalysts, Wiley 1995; 
* •* ' „. ,nT lOQR nn 1992-1993), whxch 

5 M. seller et al., Angew. Chem., 107, 1995, pp. J-'^^^ir 

can, if desired, be used in the presence of one or more 
cocatalysts . 

Illustrative examples of catalysts, which, however, do not 
10 restrict the scope of the invention, are Ui(C04), ^^^^^^/^^^^^J ' , 

NiCl2(PBU3)2, Ni(PF3)4, Ni(COD)2, Ni(PPh3)4, Nl(acaC)2, Nl(dppe)Cl2, 
Hi(dppp)Cl2, Ni{dppf)Cl2, NiCl2(PMe3)2, Pd(OAc ) 2/PPh3, 
Pd OAC) /P(MeOPh,3, Pd(OAc)2/PBU3, Pd ( OAC ) 2/AsPh3 , < > ^^^f f J,^ - 
Pd OAc)2/dppe, Pd(OAc)2/dppp, Pd(OAc)2/dppf, ^^<°^;>^f^j;-;°^y^'^' 
15 Pd(OAc)2/tris(m-PhS03Na)phosphine, Pd(PPh3)4r Pd2(dba)3 CHCI3, 

PdCl2/PPh3, PdCl2/P(0-tOlyl)3, PdCl2(PPh3)2, f f^^^ < ^ ^ ' , - . 

PdCl2(PhCN)2, Pd(acac)2, [(allyl)PdCll2, ^"^^^^ ' /^f^'-V^^n 
PdCl2(COD), PdCl2(dppf), Pd on carbon/PPh3, Pd(OAc)2/P(OMe)3 and 
mononuclear and polynuclear palladacycles . 



20 



very particularly preferred catalysts are NiCl2(PPh3)2r 
K"dppe,Cl2, Ki<dppp)Cl2, Ni(dppf)Cl2, < Pdcl ^ doopV 

P(0-t0lyl)3, Pd(PPh3)4, PdCl2(PPh3)2, PdCl2/PPh3, ^'^^^^ < J^^^ > ' , 

pici2(dppe PdCl2(dppf), Pd(OAc,2/tris(m-PhS03Na)phosphxne, and 



25 



o-tolyl 

o-tolyl 

/Op ° 



o-tolyl 



35 



The amount of catalyst used is generally from 100 mol% to 
10-e mol%, preferably from 10 mol% to 10-5 „ol%, partxcnilarly 
preferably from 5 mol% to 10-^ mol%, in each case based on the 
*° indanone of the formula I or la. 

If desired, the process of the present invention is carried out 
in the presence of bases and/or phase transfer catalysts. 

*5 Illustrative examples of bases, which do not, however, restrict 
the scope of the invention, are hydroxides, alkoxxdes, 
carboxylates, carbonates and hydrogen carbonates, oxides. 
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fluorides, phosphates and amines. 

preferred bases are LijCOa, NajCOa, NaHCOa, K2CO3, CS2CO3, LiOH, 
NaOH, KOH, CSOH, NaOMe, KO^Bu, K3PO4, LiF, NaF, KF, CsF, NaOAc, 
KOAc, Ca(OAc)2, K(t-BuC02), CaO, BaO, Ca(OH)2, Ba(OH)2, MgCOa, 
5 CaC03, BaC03, TlOH, TI2CO3. AgjO, ZnCOa, BU4NF, I (Et2N)3SlMe3SiF2, 
DBU or amines such as triethy lamine , diisopropy lethy lamine, 
dicyclohexylethylamine or dimethylaniline . 

Phase transfer catalysts which can be used are ammonium or 
10 phosphonium salts and also crown ethers. Illustrative examples of 
phase transfer catalysts, which do not, however, restrict the 
scope of the invention are BU4NCI, BU4NBr, BU4NI, BU4NHSO4, 
EtaBnNBr, MeaBnNCl, aliquot, PhiPBr, Ph4i'Cl, 18-crown-6, 
15-crown-5, 12-crown-4, dibenzo-18-crown-6 . 

If desired, the reaction can be carried out in the presence of 
one or more salt-like additives. Illustrative examples of 
salt-like additives, which do not, however, restrict the scope of 
the invention, are LiCl, LiBr, LiF, Li, LiBF4, LiPFe, LiClO*, 
20 LiCFaCOj, lithium triflate, LiNTfj, AgNOa, AgBF^, AgCF3C02, silver 
triflate, AgPFe, CuCl, CuBr, CuJ, CuCN, l.i2Cu(CN)Cl2, ZnClj, 
ZnBra, Znlj, zinc triflate and Zn(CF3C02)2. 

The process of the present invention is generally carried out at 
25 from -100°C to +600''C, preferably from -78^C to +350''C, 
particularly preferably at from 0°C to 180*0. 

The reaction generally takes place at a pressure of from 10 mbar 
to 1000 bar, preferably from 0.5 bar to 100 bar. 

The reaction can be carried out in a single-phase system or in a 
multiphase system. 

The concentration of indanone of the formula I or la in the 
35 reaction mixture is generally in the range from 0.0001 mol/1 to 
8 mol/1, preferably from 0.01 mol/1 to 3 mol/1, particularly 
preferably from 0.1 mol/1 to 2 mol/1. 

The molar ratio of coupling component to indanone of the formula 
40 I or la is generally from 0.1 to 10, preferably from 0.5 to 3. 

The molar ratio of base to indanone of the formula I or la is 
generally from 0 to 50. 
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The molar ratio of phase transfer catalyst to indanone of the . 
formula I or la is generally from 0 to 2, preferably from 0 to 
0.1. 

5 The molar ratio of salt-like additives to indanone of the formula 
I or la is generally from 0 to 10. 

The time of the reaction of indanones of the formula I or la with 
above-described coupling components to give indanones of the 
10 formula II or Ila is generally from 5 minutes to 1 week, 
preferably from 15 minutes to 48 hours. 

The reaction of an indanone of the formula I or la with a boronic 
acid is preferably carried out under conditions in which the 

15 transition metal component used is a compound of a transition 
metal of groups 8 to 10 of the Periodic Table of the Elements, a 
base such as an alkoxide, hydroxide, carbonate, carboxylate, 
hydrogencarbonate, oxide, fluoride, phosphate or amine xs used 
and a solvent such as a hydrocarbon, ether, polyether, alcohol, 

20 polyalcbhol or water or any mixture of these is used and the 
reaction temperature is from -100" to SOO'C. 

Particular preference is given to conditions in which the 
transition metal component used is a compound of the transition 
25 metals Ni, Pd or Pt, the base used is an alkoxide, hydroxide, 
hydrogencarbonate, carbonate, carboxylate or phosphate, the 
solvent used is an aromatic hydrocarbon, ether, polyether, 
alcohol, polyalcohol or water or any mixture of these and the 
reaction temperature is from -78 to BOO'C. 

very particular preference is given to conditions in which the 
transition metal component used is a palladium compound, the base 
is an alkali metal or alkaline earth metal alkoxide, hydroxide, 
carbonate, carboxylate or crthophosphate , the solvent is toluene, 
35 xylene, mesitylene, ethylbenzene , THF, dioxane, DME, diglyme, 
butanol, ethylene glycol, glycerol or water or any mixture of 
these and the reaction temperature is from -30" to 200 C. 

Extraordinary preference is given to conditions in which the 
40 transition metal compound is a palladium compound, the base is an 
alkali metal or alkaline earth metal carbonate, hydroxide or 
crthophosphate, the solvent is toluene, xylene, THF, DME, 
diglyme, ethylene glycol or water or any mixture of these and the 
reaction temperature is from O'C to 160°C. 

45 
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Illustrative examples of reaction conditions in the reaction of. 

an indanone of the formula I or la with a boronic acid, which do 

not, however, restrict the scope of the invention, are: 

X (in formula I or la) = Br; catalyst: 0.01-5 mol% of Pd(P{Ph3)4); 
5 base: aqueous sodium carbonate solution; solvent: toluene; 

reaction temperature: reflux; reaction time: 1-24 h. 

X (in formula I or la) = CI; catalyst: 0.01-15 mol% of 

NiCl2(dppf); base: K3PO4; solvent: dioxane; reaction temperature: 

SCC; reaction time: 1-24 h. 
10 X (in formula I or la) - Br; catalyst: 0.01-5 mol% of Pd(OAc)2/ 

PPha; base: aqueous potassium carbonate solution; solvent: xylene; 

reaction temperature: reflux; reaction time: 1-24 h. 

X (in formula I or la) = Cl or Br; catalyst: 0.01-5 mol% of 

Pd(OAc)2/P(in-HS03-Ph)3; base: aqueous sodium carbonate solution; 
15 solvent: xylene /ethylene glycol; reaction temperature: reflux; 

reaction time: 1-24 h. 

X (in formula I or la) = I or trif luoromethanesulfonate; 
catalyst: 0.01-1 mol% of PdCl2{NC-Ph)2; base: sodium carbonate; 
solvent: DME; additive: 5 mol% of tetrabutylammonium bromide; 
20 reaction temperature: reflux; reaction time: 1-24 h. 

X (in formula X or la) = Br; catalyst: 0.01-5 mol% of Pd(OAc)2/ 
P(o-tol)3; base: triethylamine ; solvent: dimethyl formamide (DMF); 
reaction temperature: lOO'C; reaction time: 1-24 h. 

25 Preference is given to carrying out the reaction of an indanone 
of the formula I or la with a stannane to give indanones of the 
formula II or Ila, where 

r3 is preferably an aryl, heteroaryl or alkenyl group, the 
transition metal compound is a compound of a transition metal of 
30 groups 8-10 of the Periodic Table of the Elements, 

the solvent is a hydrocarbon, ether, polyether, amide or nitrile, 
the additive is a lithium salt, a zinc salt, a copper salt, a 
silver salt or a fluoride salt and 

the reaction temperature is from -TS^C to 300»C and the reaction 
35 time is from 5 minutes to 1 week. 

in the reaction with a stannane, particular preference is given 
to conditions in which 

r3 is preferably an aryl, heteroaryl (with the heteroatoms O 
40 and S) or alkenyl group, and in which the transition metal 
component is a palladium compound, 

the solvent is an aromatic hydrocarbon, ether, THF, dioxane, DME, 
DMF, HMPA, NMP or acetonitrile , 

the additive is a lithium or copper (I) salt and 
45 the reaction temperature is from ^30 to 200^0 and the reaction 
time is from 10 minutes to 48 hours. 
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Illustrative examples of reaction conditions in the reaction of 
an indanone of the formula I or la with a stannane, which do not, 
however, restrict the scope of the invention, are: 

5 X (in formula 1 or la) - I; catalyst: 0.1-5 mol% of PdCl2(PPh3)2? 
solvent: DME; additive: lithium chloride; temperature: 85»C? 
reaction time: 12-24 h. 

X (in formula I or la) = Br; catalyst: 0.5-10 mol% of Pd(OAc)2/ 
P(o-tolyl)3; solvent: xylene;, additive: Cul; temperatures laS'C; 
10 reaction time: 3-6 h. 

The reaction of an indanone of the formula I and la with an 
olefin is preferably carried out under, conditions in which the 
transition metal component is a compound of a transition metal of 
15 groups 8-10 of the Period Table of the Elements, 
the base is an amine or carboxylate, 

the solvent is an amide, amine, urea, nitrile, alcohol or water 
and the reaction temperature is from -78 to 250"C. 

20 Particular preference is given to conditions in which the 
transition metal component is a palladium compound, 
the base is a tertiary amine, carboxylate or DBU, 
the solvent is an amide, nitrile or alcohol and the reaction 
temperature is from 0 to 200*C. 



25 



Illustrative examples of reaction conditions in the reaction of 
an indanone of the formula X or la with an olefin, which do not, 
however, restrict the scope of the invention, are: 
X (in formula I or la) = Br; olefin: butyl aery late; catalyst: 
30 0.01-5 mol% of Pd(OAc) a/PPha ; base: triethylamine ; solvent: 
dimethylf ormamide ; temperature ISO^C 

X (in formula I or la) = trif luoromethanesulf onate ; olefin: 
methyl methacrylate ; catalyst: 0.01-5 mol% of Pd/C/PPha; base: 
diisopropylethylamine; solvent: dimethylacetamide; temperature: 

"(in formula I or la) = CI; olefin: acrylonitrile; catalyst: 
0.01-1 mol% of [(o-tolyl)2P-(o-benzyl)Pd]2(OAc)2;^ba8e: sodium 
acetate; solvent: acetonitrile; temperature: lOO^C. 

40 The present invention also provides substituted indanones of the 
formula III, 
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(III) 



ao 



15 



20 



25 



30 



35 



40 



45 



Ri' is a Ci-C4o-hydrocarbon group which is bound via a carbon atom 
and may bear one or more identical or different heteroatom- 
containing radicals, except for nitrogen-containing "dxcals, as 
substituents, eg. a linear, branched or cyclic Cx-C.o-alkyl group 
which may bear one or more identical or different halogen OH 
OR2, SR2, PR22-. -SiR^a or -OSiR^a substituents , a Ce-Cz^-aryl group 
which may bear one or more identical or different °f ' 

OR2 SR2, PR22-, -siR^a or -OSiR^a substituents, a C-Czo-alkylaryl 
group or a C-C^o-arylalkyl group, vhere the alkyl part may bear 
one or more identical or different halogen, OH, OR^, SR^, PR^'z-, 
-SiR^a or -OSiR^a substituents and the aryl part may bear one or 
more identical or different halogen, OH, OR^, SR^ PR^^-, "^-^^^ or 
-OSiR^a substituents, a C^-C.o-alkenyl group whxch "i^! or 

n,ore identical or different halogen, OH, OR^ SR^, ^""^ClJ^e'or 
-OSiR^a substituents, a Ca-c^o-alkynyl group wh.ch 

more identical or different halogen, OH, OR^ SR^, ^ °' 

-OSiR^a substituents, a C8-Ci2-arylalkenyl group, where 

alkenyl part may bear one or more identical or f^^^^^^^^^^^^''' 

OH, OR^ SR^ PR22-, -SiR^3 or -OSiR^a ""^el 

part may bear one or more identical or different halogen, OH, OR , 

SR2, PR22-, -SiR^a or -OSiR23 substituents, or 

Ri' is an OK2. SR^ ^K^,, PR22, SiR^a or OSiR^a group, where R^ are 
identical or different and are each a ^^^'Tl" ^"^^^^^ 

such as a C.-Co-alkyl or Ce-C.-aryl group whxch may each bear one 
or more identical or different halogen, OH, OR^ , SR^, ^^J^- ^ ' 
-SiR^a or -OSiR^a substituents, or two radicals R^ may be 3oa.ned 
to form a ring system or w u « 

Ri' is a C1-C20-, preferably Cz-Cjo-heterocyclic group whxch xs 
bound via a carbon atom and may in turn bear Ci-Cao-radxcals or 
heteroatoms as substituents, 

X' is a leaving group, preferably a diazonium group, ^ *^_logen 
atom such as chlorine, bromine or iodine, or C1-C40 aixyi 
sulfonate, c.-C^o-haloalkylsulfonate, C6-C40-arylsulfonate, 
C6-C4o-haloarylsulfonate, C7-C4o-arylalkylsulf onate, C7-C4o-halo 
arylalkylsulfonate, Ci-C40-alkylcarboxylate, Ci-C40-haloalkyl- 
carboxyLte, Ce-C40-arylcarboxylate, Ce-C40-haloarylcarboxylate, 
C,-C40-arylalkylcarboxylate, c,-C4o-haloarylalkylcarboxylate, 
formate, Ci-C4o-alkyl carbonate, Ci-C4o-haloalkyl carbonate. 
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C6-C4o-aryl carbonate, Cg-C^-haloaryl carbonate, C7-C4o-arylalkyl 
carbonate, C7-C4o-haloarylalkyl carbonate, Ci-C40-alkyl 
phosphonate, Ci-Cao-haloalkyI phosphonate, Ce-C^o-aryl phosphonate, 
C6-C4o-haloaryl phosphonate, C7-C40-arylalkyl phosphonate or 
5 C7-C4o-haloarylalkyl phosphonate, 

Y^ and are identical or different and are each a hydrogen atom 
or are as defined for X' or are a Ca-Cio-hydrocarbon group which 
is bound via a carbon atom and may bear one or more identical or 

10 different heteroatom-containing radicals as substituents , eg. a 
linear, branched or cyclic Cz-Cjo-alkyl group which may bear one 
or more identical or different halogen, OH, 0R2, SR2, NRZz-, pr^s-, 
_SiR23 or -OSiR23 substituents, a C6-C22-aryl group which may bear 
one or more identical or different halogen, 0R2, SR2, NRZj-, NHj, 

15 -N2H3, NO2, CN, CO2R2, CHO, COR2, PR22-, -SiR^s or -OSiR23 

substituents, a C7-Ci5-alkylaryl group or c-Cis-arylalkyl group, 
where the alkyl part may bear one or more identical or different 
halogen, OH, Or2, SR2, NR22-, PR22-, -SiRZa or -OSiR23 substituents 
and the aryl part may bear one or more identical or different 

20 halogen, 0R2, SR2, NR22-, NH2 , -N2H3, NOj, CN, CO2R2, CHO, PR22-, 
-SiR23 or -OSiR23 substituents, a Ca-Cio-alkenyl group which may 
bear one or more identical or different halogen, OH, 0r2, SR2, 
NR22-, PR22-, -SiR23 or -OSiR23 substituents, a Cz-Cio-alkynyl group 
which may bear one or more identical or different halogen, OH, 

25 0R2, SR2, NR22-, PR22-, -SiR23 or -OSiRZj substituents, a 

C8-Ci2-arylalkenyl group which may bear one or more identical or 
different halogen, OH, 0R2, SR2, NR22-, PR22-, -SiR^a or -OS1R23 

substituents, or , • 2 

Y^ and ys are each a halogen atom, a NRZj, PR22, B(0R2)2, SiR 3 or 

30 SnR23 group, where r2 are identical or different and are each a 
Ci-C20-hydrocarbon group, eg. a Ci-Cio-alkyl group or C6-Ci4-aryl 
group which may bear one or more identical or different halogen, 
OH, 0R2, sr2, NR22-, PR22-, -SiR23 or -OSiR23 substituents, or two 
radicals r2 may be joined to form a ring system, or 

35 Y7 and y8 are each a Ci-Cao-heterocyclic group which is bound vxa 
a carbon atom and may in turn bear d-Cjo-radicals or heteroatoms 
as substituents, and ■ 
in formula III, at least one of the radicals Y^ and Y^, preferably 
y7, is . a hydrogen atom and Y^ is a hydrogen atom. 

40 

Particular preference is given to indanones of the formula III in 
which 

X' is chlorine, bromine, iodine, triflate, nonaflate, mesylate, 
ethylsulfonate, benzenesulf onate, tosylate, triisopropylbenzene- 
45 sulfonate, formate, acetate, trif luoroacetate , nitrobenzoate, 

halogenated arylcarboxylates , in particular fluorinated benzoate, 
methyl carbonate, ethyl carbonate, benzyl carbonate, tert-butyl 
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carbonate, dimethyl phosphonate, diethyl phosphonate, diphenyl_ 
phosphonate or diazonium, 

Ri' is a linear, branched or cyclic Ci-C8-alkyl group which may 
bear one or more identical or different fluorine, chlorine, 0R2, 
5 -SiR23 or -OSiR23 substituents , a Ce-Cio-aryl group which may bear 
one or more identical or different fluorine, chlorine, 0r2, SR2, 
-SiR23 or -OSiRZa substituents, a Cv-Cij-alkylaryl or arylalkyl 
group, where the alkyl part may bear one or more identical or 
different fluorine, chlorine, 0R2, SR2, -SiR23 or -OSiR23 

10 substituents and the aryl part may bear one or more identical or 
different fluorine, chlorine, 0R2, SR2, -SiR23 or -OSiR23 
substituents, a Cj-Cs-alkenyl group, Ca-Cs-alkynyl group, a 
C8-Ci2-arylalkenyl group, an 0R2, -SiR23 or -OSiR23 group, where r2 
are identical or different and are each a Ci-C4-alkyl or 

15 Ce-Cio-aryl group, or 

Ri- is a Ci-C2o-heterocyclic group, where preferred heteroatoms 
are oxygen and sulfur, which may in turn bear Ci-Cjo-hydrocarbon 
radicals as substituents. 

20 very particular preference is given to indanones of the formula 
III in which 

X' is chlorine, bromine, iodine, triflate or mesylate, 

Ri- is a linear, branched or cyclic Ci-CB-alkyl group which may 

bear one or more fluorine substituents, a Cfi-aryl group which may 

25 bear one or more identical or different fluorine, chlorine or OR 
substituents, a C-Cio-alkylaryl or arylalkyl group, where the 
alkyl part may bear one or more identical or different fluorine, 
chlorine or 0R2 substituents and the aryl part may bear one or 
more identical or different fluorine, chlorine or 0R2 

30 substituents, a Ca-Ce-alkenyl group or Cz-Ce-alkynyl group which 
may each bear one or more identical or different fluorine or OR^ 
substituents, a Ce-Cia-arylalkenyl group, an 0R2, SiR23 or -OSiR 3 
group, where r2 are identical or different and are each a 
Cx-C4-alkyl or Cg-aryl group, or R^' is a d-Cie-heterocyclic 

35 group, where preferred heteroatoms are oxygen and sulfur, 
and y7 is a hydrogen atom and ys is a hydrogen atom or is as 
defined for X' or yB is a linear, branched or cyclic Cj-Ce-alkyl 
group which may bear one or more fluorine substituents, a 
Cg-Cio-aryl group which may bear one or more fluorine 

40 substituents, a C-Ciz-alkylaryl group or C^-C^z-arylalkyl group, 
where the alkyl part may bear one or more fluorine substituents 
and the aryl part may bear one or more fluorine substituents, a 
C2-C8-alkenyl group, a Cz-Ce-alkynyl group, a Ce-Cio-arylalkenyl 
group or 

45 
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y8 is a Ci-C9-heterocyclic group which is bound via a carbon atom 
and may in turn bear Ci-Ce-radicals or heteroatoms as 
substituents ; preferably^ is as defined for X' or is a 
C6-Ci4-aryl group. 

5 

Extraordinary preference is given to indanones of the formula III 
in which 

X' is chlorine r bromine or triflate, 

Ri' is a linear, branched or cyclic Ci-^Ce-alkyl group, a 
10 C7-Cio-alkylaryl or arylalkyl group, a Cz-Ce-alkenyl group or 
Cj-Cfi-alkynyl group or a Ce-Cio-arylalkenyl group and 
y7, y8 and are each a hydrogen atom. 

Illustrative examples of indanones of the formula Illr which do 
15 not, however, restrict the scope of the invention^ aret 

2-methyl-7-chloro-l--indanone 

2 -met hy 1— 7 — br omo- 1 - indanone 

2-methyl-7-iodo-l-indanone 

2-methyl-7-trif luoroacetoxy-l-indanone 
20 2-methyl-7-trifluoromethanesulfonoxy-l-indanone 

2-methyl-7-methanesulfonoxy-l-indanone 

2 -methyl- 7 -e thane su 1 f onoxy- 1-indanone 
2-methyl-7-(p-toluenesulfonoxy)-l-indanone 
2-methyl-7-benzenesulfonoxy- 1-indanone 
25 2-methyl-7- (2,4, 6-triisopropylbenzenesulf onoxy ) -1-indanone 
2-methyl-7-pentaf luorobenzenesulfonoxy-l-indanone 
2-methyl-7-nonafluorobutanesulfonoxy-l-indanone 

2-methyl-7-acetoxy-l-indanone 

2-methyl"-7-formyloxy-l-indanone 
30 2-methyl-7-pentaf luorobenzoyloxy-l-indanone 

2-methy 1-7- ( p-nitrobenzoy loxy ) -1-indanone 

2-methyl-7-methoxycarbonyloxy-l"indanone 

2-methy 1-7-tert-butyloxycarbony loxy- 1-indanone 

2-methy 1-7-ethoxycarbonyloxy-l-indanone 
35 2-methyl-7-benzyloxycarbonyloxy-l-indanone 

2-methyl-7-dimethylphosphonoxy-l-indanone 

2-methyl-7-diethylphosphonoxy-l-indanone 

2-methy 1-7-diphenylphosphonoxy-l-indanone 

2-methy 1-7-diazonium-l-indanone chloride 
40 2-methyl-7-diazonium-l-indanone tetraf luoroborate 

2-methy l-7-dia2onium-l-indanone sulfate 

2-methyl-5-butyl-7-bromo-l-indanone 

2 -me thy 1-5 - f luor o- 7 -bromo- 1-indanone 

2-methyl-5 , 7 -dibr omo- 1-indanone 
45 2-methy 1-5 , 7-dichloro- 1-indanone 

2-methyl-6 , 7-dichloro- 1-indanone 

2-methyl-5-chloro-7-bromo- 1-indanone 
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2 , e-diinethyl-V-chloro-l-incianone 
2-me"thyl-5-but:yl-7-chloro-l-indanone 

2-inethyl-5-isopropyl-"7-trifluoromethanesulfonoxy-l-indanone 
2-methyl--5-tert-butyl-7-met:hanesulfonoxy-l-indanone 
5 2-methyl-5-phenyl-7-broxno-l-indanone 

2-met:hyl-5-( 3 , S-dimethoxyphenyl )-7-iodo-l-indanone 
2-me"thyl-5-ben2yl-7-chloro-l-indanone 
2-inethyl-5-vinyl~7- (p-toluenesulf onoxy ) -l"indanone 
2-me1:hyl-6-broino-7-trifluoroacetoxy-l-indanone 
10 2-met:hyl-6-phenyl-7-broxno-l-indanone 

2-trif luoroinethyl-7-chloro-l-indanone 
2-trif luoromethyl-7-broino-l-indanone 

2-trifluoronie1:hyl-5-isobut:yl-7-trifluoromet:hanesulfonoxy- 
15 1-indanone 

2 -et hy 1-7-chloro-l-i ndanone 
2 -e thy 1 - 7 -br omo- 1 ~ indanone 

2-ethyl-7-diazonium- 1-indanone tetrafluor ©borate 
20 2-ethyl-7-methanesulfonoxy~l-indanone 

2-ethyl-5-inethyl-7-bromo- 1-indanone 

2-ethyl-7-diazoni\iin-l-indanone tetraf luoroborate 

2 , 6-diethyl-7-dia2onii2in-l-indanone chloride 

2-butyl-7-chloro-l-indanone 
25 2-butyl-5-f luoro-7-chloro-l-indanone 

2 - n-pr opy 1 - 7 - c h 1 or o- 1 - indanone 

2-n-pr opy 1-7— bromo-1- indanone 

2-butyl-5r 7-dichloro- 1-indanone 

2 - i s opr opy 1- 7 -chloro- 1- indanone 
30 2-isopropyl-7-broino- 1-indanone 

2-isopropyl-7-iodo- 1-indanone 

2-isopropyl-5-diphenylphosphino-7-nonafluorobutanesulfonoxy- 

1- indanone 

2- phenyl-7 -chloro- 1-indanone 

35 2- ( 2-pyridyl ) -7 -bromo-1 -indanone 
2- ( 2-f uryl ) -7-iodo- 1-indanone 
2-cyclohexyl-7-chloro-l-indanone 
2 -eye lohexy 1- 7 -bromo- 1 - indanone 

2-cyclohexyl-7-trifluoroinethanesulfonoxy-l-indanone 
40 2-isobutyl-7-chloro- 1-indanone 

2 - i s obu t y 1 - 7 -bromo- 1 - indanone 

2-tert-butyl-7-chloro-l-indanone 

2-tert-butyl-7-iodo-l-indanone 

2-benzyl-7-chloro-l-indanone 
45 2-allyl-7-chloro- 1-indanone 

2-vinyl-7-trifluoromethanesulfonoxy-l-indanone 

2- { 2-trimethylsilylethyn-l-yl ) -6-ben2yl-7-chloroindanone 
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2- ( hex-l-ynyl ) -7-tri£luoroinethanesul£onoxy-l-indanone 

2-triinethylsilyl-7-bromo-l-indanone 

2 — tr ime t hy 1 s i ly loxy- 7 -br omo- 1 - indanone 

2-diinethylamino-7-trif luoromethanesulfonoxy-l-indanone 

5 2-N-pyrrolidino-7-chloro-l-indanone 

2-diphenylphosphino-5-isopropyl-7-broino-l-indanone 

2 -methoxy- 6-allyl-7-chloro- 1- indanone 
2 , 6-dijnethoxy-7-bromo-l-indanone 

2-phenoxy-5-dimethylainino-7-trifluoromet:hanesulfonoxy-l-indanone 
10 2 - ( 2 -met hoxye thy 1 ) -7 -chloro- 1-indanone 
2- ( 3-chloropropyl ) -7-chloro-l-indanone 

The indanones of the formula I or la can be prepared by methods 
similar to those known from the literature (eg. US 5,489,712; 
15 US 4,070,539; S.J. deSolms et al., J. Med. Chem. , 1978, 21, 437). 
To prepare indanones of the formula I, for example, an aryl alkyl 
ketone of the formula (A) can be methylenated and subsequently 
subjected to a Nazarov cyclization. 



20 



25 




(A) 



(B) 



(I) 



30 Ri, X, yi, y2 and y3 in the formulae A, B and I are as defined 
above for formula I. 

in the case of an aryl alkyl ketone, the methylene group can, for 
example, be introduced by an aldol condensation with formaldehyde 

35 as methylene source or by a Mannich reaction, in which, for 

example, N,N,N' ,H' -tetramethyldiaminomethane, Eschenmoser ' s salt 
or urotropien/acetic anhydride can be used as methylene source. 
It is indicated in the literature <US 5,489,712) that the aldol 
condensation of formaldehyde, which is the most inexpensive 

40 methylene source, and aryl alkyl ketones proceeds in poor yields 
and the management of the reaction is said to be complicated. 
M.M. Curzu et al. in Synthesis (1984) 339 state that in the aldol 
condensation of formaldehyde and certain aryl alkyl ketones, 
considerable amounts of starting material remain unreacted and 

45 undesirable by-products such as the primary aldol product 

containing a hydroxymethyl group are present in the end product. 
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It. has surprisingly been found that the aldol condensation (ie.. 
the introduction of the methylene group) of aryl alkyl ketones 
proceeds virtually quantitatively under basic conditions using 
formaldehyde, and the primary aldol product containing a 
5 hydroxymethyl group cannot be observed spectroscopically. Here, 
preferred aryl alkyl ketones of the formula A are those in which 
X is a halogen. 

The aldol condensation is carried out using a formaldehyde 
source, preferably aqueous formalin solution, and a base, 
10 preferably an alkali metal carbonate or alkaline earth metal 
carbonate or an alkali metal hydroxide or alkaline earth metal 
hydroxide, particularly preferably an aqueous sodium hydroxide 
solution, at 0-lOOoC, preferably 20-60OC. 

The molar ratio of base to aryl alkyl ketone is in the range from 
15 0.01 to 5, preferably in the range from 0.1 to 2. 

The molar ratio of formaldehyde to aryl alkyl ketone is in the 
range from 0.5 to 1.5, preferably in the range from 0.9 to 1.2. 
The concentration of the aryl alkyl ketone in the reaction 
mixture (total volume) is in the range from 0.01 to 6 mol/1, 
20 preferably from 0.1 to 2 mol/1. The aryl alkyl ketone can be 
diluted with inert solvents such as ethers, hydrocarbons or 
halogenated hydrocarbons. The reaction can be carried out in a 
single-phase or multiphase system. 

in the case of multiphase reaction mixtures, phase transfer 
25 catalysts can be added to accelerate the reaction. 

The reaction time is usually from 15 minutes to 12 hours or 
longer. 

The reaction can also be carried out in an inert gas atmosphere 
and the pressure in the reaction vessel can be either below or 
30 above atmospheric pressure. 

The subsequent cyclization to form the indanone is carried out 
by literature methods (J.H. Burckhalter, R.C. Fuson, a. Amer. 
Chem. Soc, 1948, 70, 4184; E.D. Thorsett, F.R. Stermitz, Synth. 

35 Commun., 1972, 2, 375; Synth. Commun., A. Bhattacharya, 
B. Segmuller, A. Ybarra, 1996, 26, 1775; U.S. Pat. 
NO. 5,489,712). The cyclization is preferably carried out under 
acid conditions. As cyclization reagent, it is possible to use 
acids such as protic acids (eg. sulfuric acid, polyphosphoric 

40 acid, methanesulfonic acid) or Lewis acids (eg. aluminum 

trichloride, boron trif luoride ) . The reaction product from the 
aldol condensation can be diluted with an inert solvent before 
addition to the cyclization reagent, or can be added in undiluted 
form. 

45 



wo 98/40331 PCT/EP98/01232 

49 

TO prepare indanones of the formula I and la in which X is an _ 
oxygen-containing leaving group, for example a triflate group, 
the starting materials used are preferably hydroxyindanones , some 
of which are known from the literature (eg. Bringroann et al., 
5 Liebigs Ann. Chem., 1985, 2116-2125), and the hydroxy group is 
converted by literature methods into an oxygen-containing leaving 
group X, eg. triflate (eg.: P. J- Stang, Synthesis, 1982, 85; 
V. Percec, J. Org. Chem., 1995, 60, 176; Autorenkollektiv, 
Organikum, VEB Deutscher verlag der Wissenschaf ten, 1976). 



10 



some of the aryl alkyl ketones are known from the literature or 
they can easily be prepared by literature methods (eg.: 
R.c'. Larock, Comprehensive Organic Transformations, VCH, 1989). 

15 The invention further provides substituted indanones of the 
formula IV 



20 




(IV) 



25 



where • w • 

Ri- is a Ci-C4o-group such as a Ci-C40-hydrocarbon group which is 
bound via a carbon atom and may bear one or more identical or 

30 different heteroatom-containing radicals as substituents , eg. a 
linear, branched or cyclic Ci-Cjo-alkyl group which may bear one 
or more identical or different halogen, OH, 0R2, SR2nr22-, ^^^2-, 
-SiR23 or -OSiR^a substituents, a Ce-Czz-aryl group which may bear 
one or more identical or different halogen, OH, Or2, SRZNRZj-, 

35 pr22_, -SiR23 or -OSiR23 substituents, a CT-Czo-alkylaryl group or 
a C7-C2o-arylalkyl group, where the alkyl part may bear one or 
more identical or different halogen, OH, 0R2, SR2nr22-, PR22-, 
-SiR23 or -OSiR23 substituents and the aryl part may bear one or 
more identical or different halogen, OH, 0R2, SR2, NR22-, PR22-, 

40 -SiR23 or -OSiR23 substituents, a C2-Cio-alkenyl group which may 
bear one or more identical or different halogen, OH, 0R2, 
SR2NR22-, PR22-, -SiR23 or -OSiR23 substituents , a Cj-Czo-alkynyl 
group which may bear one or more identical or different halogen, 
OH, OR2, SR2NR22-, PR22-, -SiR23 or -OSiR23 substituents, a 

45 C8-Ci2-arylalkenyi group, where the alkenyl part may bear one or 
more identical or different halogen, OH, 0R2, SR2nr22-, PR 2-, 
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-SiR^a or -osiR^a substituents and the aryl part may bear one or 
more identical or different halogen, OH, OR*, SRZnrZz-, PR*,-, 
-SiR^a or -OSiR^a substituents , or 

Ri- is an 0R2, SR2, NR22, PR22, SiR23 or OSiR^a group, where r2 are 
5 identical or different and are each a Ci-Cjo-hydrocarbon group 
such as a Ci-Cio-alkyl or Cc-Cia-aryl group which may each bear one 
or more identical or different halogen, OH, 0r2, SR2NR22-r PR^^., 
-SiR2a or -OSiRZa substituents, or two radicals may be joined 
to form a ring system, or 
10 Ri" is a Ci-C2o-heterocyclic group which is bound via a carbon 
atom and may in turn bear Ci-C20-radicals or heteroatoms as 
substituents , 

r3' is an unsaturated C2-C4o-group such as an unsaturated 

15 C2-C4o-hydrocarbon group which is bound via a carbon atom and may 
bear one or more identical or different heteroatom-containmg 
radicals as substituents, eg. a C6-C22-aryl group which may bear 
one or more identical or different halogen, 0R2, SR2nr22-, NHj, 
-N2H3, NO2, CN, CO2R2, CHO, COR2, PR22-, -SiR23 or -OSiR23 

20 substituents, a c-Cxs-alkylaryl group or c^-Cis-arylalkyl group, 
where the alkyl part may bear one or more identical or different 
halogen, OH, 0r2, SR2nr22-, PR22-, -SiR23 or -OSiR23 substituents 
and the aryl part may bear one or more identical or different 
halogen, 0R2, SR2nr22-, NH2, -N2H3, NO2, CN, CO2R2, CHO, PR^z", 

25 -SiR23 or -OSiR23 substituents, a Cj-Cio-alkenyl group whxch may 
bear one or more identical or different halogen, OH, 0R2, CO2R , 
COR2, SR2, NR22-, VR^2-. "SiR^a or -OSiR23 substituents, a 
C2-Cio-alkynyl group which may bear one or more identical or 
different halogen, OH, 0R2, SR2, NR22-, PR22-, -SiR^a or -OSiR^, 

30 substituents, a CB-Cij-arylalkenyl group, which may bear one or 
more identical or different halogen, OH, 0R2, CO2R2, COr2, SR2, 
NR22-, PR22-, -SiR23 or -OSiR23 substituents , or 

R3' is fluorine, a PR22, B(Or2)2, SiRj^ or SnR23 group, where r2 are 
identical or different and are each a d-Cao-hydrocarbon group, 
35 eg. a Ci-Cio-alkyl group or Ce-Cx4-aryl group which may each bear 
one or more identical or different halogen, OH, 0R2, SR2nr22-, 
PR22-, -siR23 or -OSiR23 substituents , or two radicals r2 may be 
joined to form a ring system, or 

r3' is a Ci-C2o-heterocyclic group which is bound via a carbon 
40 atom and may in turn bear Ci-Cao-radicals or heteroatoms as 
substituents , and 

yio and are identical or different and are each a hydrogen 
atom or are as defined for r3 in formula II, ie. 
45 are a Ci-C^o-hydrocarbon group which is bound via a carbon atom 
and may bear one or more identical or different heteroatom- 
containing radicals as substituents, eg. a linear, branched or 



• 
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cyclic Ci-C2o-alkyl group which may bear one or more identical or 
different halogen, OH, 0R2, SR2, HRH-, PR*2-, -SiR^a or -OSxR^^ 
substituents, a C6-C22-aryl group which may bear one or more 
identical or different halogen, 0r2, SR^NR^z-, NH2, -N2H3, MOj, CN, 
5 CO2R2, CHO, COR2, PR22-, "SiR^a ©r -OSiRZs substituents , a 

C7-Ci5-alkylaryl group or c-Cis-arylalkyl group, where the alkyl 
part may bear one or more identical or different halogen, OH, OR , 
SR2NR22-, PR^^., -siR23 or -OSiR23 substituents and the aryl part 
may bear one or more identical or different halogen, 0R2, 
10 SR2NR22-, NH2, -N2H3, NO2, CN, CO2R2 , CHO, PR22-, -SiR23 or -OSxR 3 
substituents, a Cj-Cio-alkenyl group which may bear one or more 
identical or different halogen, OH, 0R2, SR2, NRij-, PR22-, -SiR 3 
or -OSiR23 substituents, a Cj-Cio-alkynyl group which may bear one 
or more identical or different halogen, OH, 0R2, SR2, NR22-, PR^z-, 
15 -SiR23 or -OSiR23 substituents, a Cs-Ciz-arylalkenyl group, whxch 
may bear one or more identical or different halogen, OH, OR , 
C02R2, COR2, SR2, NR22-, PR22-, -SiR23 or -OSiR23 substituents, or 
yio or are a halogen atom, a PR22, B(0R2)2, SLRz^ or SnR^a 
group, where r2 are identical or different and are each a 
20 Ci-C2o-hydrocarbon group, eg. a Ci-Cio-alkyl group or C6-Ci4-aryl 
group which may each bear one or more identical or different 
halogen, OH, 0R2, SR2im22-, PR^2-, -SiR^s or -OSiR23 substituents, 
or two radicals r2 may be joined to form a ring system, or 
yio or Yii are each a Cx-C2o-heterocyclic group which is bound vxa 
25 a carbon atom and may in turn bear Ca-C2o-radicals or heteroatoms 

as substituents; ^ „ii 

in formula IV, at least one of the radicals Y" and Y , 
preferably Y^o, is a hydrogen atom and y" is a hydrogen atom. 

30 preference is given to indanones of the formula IV in which 
Ri- is a linear, branched or cyclic Ci-Cs-alkyl group whxch may 
bear one or more identical or different fluorine, chlorxne, OR , 
PR22-, NR22-, -SiR23 or -OSiR23 subst ituents , a C6-Cio-aryl group 
which may bear one or. more xdentical or different fluorxne, 
35 chlorine, 0R2, SR2, NR22-, PR^^-, -SlR^a or -''^^'''l ^^^''^^'■^'''^^^^'^^ 
C7-Ci2-alkylaryl or arylalkyl group, where the alkyl part ^^Vj^'^ 
one or more xdentical or different fluorine, chlorxne, OR , SR . 
NR22-, PR22-, -SiR^a or -OSiR23 substituents and the aryl part may 
bear one or more identical or different fluorine, chlorxne, OR , 
SR2NR22-, PR22-, -SiR23 or -OSiR23 substituents, a C2-C6-alkenyl 



40 



group, C2-C6-alkynyl group, a C8-Ci2-arylalkenyl group,^ an OR^, 



group, v^2-»-6"~a'-»-'^J**jr ^-^-^^^srr — - ^- i 

PR22-, NR22-, -SiR23 or -OSiR23 group where r2 are xdentxcal or 
different and are each a Ci-C4-alkyl or Ce-Cxo-aryl group, where 
the alkyl group may bear one or more identical or dxfferent 
45 fluorine, chlorine, 0R2, SR2, NR22-, PR^z-, "SiR^a or -OSxR 3 

substituents and the aryl group may bear 1-3 substxtuents such as 
fluorine, chlorine, 0R2 , SR2, NR22-, PR^s-, -^±^^2 or -OSXR23, or a 
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Ci-C2o-heterocyclic group, where preferred heteroatoms are oxygen, 
nitrogen, sulfur, phosphorus and silicon, which may in turn bear 
Ci-Cio radicals or heteroatoms as substituents , and 
r3' is an unsaturated Cj-Cjo-group, a C6-Ci4-aryl group which may 
5 each bear one or more identical or different fluorine, chlorine, 
OR2, SR2, KR2, NH2, -N2H3, NOj, CN, CO2R2, COR2 , CHO, PRZj-, -SiR^a 
or -OSiR23 substituents, a C-Cis-alkylaryl group or C7-Ci5-aryl- 
alkyl group, where the alkyl part may bear one or more identical 
or different fluorine, chlorine, OR^, COaR^ C0R2, nrZj- or -osiR^a 

10 substituents and the aryl part may bear one or more identical or 
different fluorine, chlorine, 0R2, SR2, NR22-. NH2, -N2H3, NO2, CN, 
CO2R2, COr2, CHO, PR22-/ -SiR23 or -OSiR23 substituents, a C2-C10- 
alkenyl group which may bear one or more identical or different 
fluorine, chlorine, 0R2, CO2R2, C0R2, NR22- or -OSiR23 

15 substituents, a C2-Cio-alkynyl group which may bear one or more 
identical or different fluorine, chlorine, 0R2, CO2R2, CONR22- or 
-OSiRZs substituents, a Ca-Caz-arylalkenyl group which may bear 
one or more identical or different fluorine, chlorine, CO2R2, 
COR2, 0R2, NR22- or -osiR23 substituents, a PR22, B(0R2)2, SiRSa or 

20 SnR23 group where r2 are identical or different and are each a 
Ci-C4-alkyl or Cc-Cio-aryl group, where the alkyl group may bear 
one or more identical or different fluorine, chlorine, Or2, SR2, 
NR22-, PR22-, -SiR23 or -OSiRSj substituents and the aryl group may 
bear one or more identical or different fluorine, chlorine, 0R2, 

25 SR2, NR22-, PR22-, -SiR23 or -OSiR23 substituents, and, in 

addition, two radicals r2 may be joined to one another to form a 
ring system, a Cj-Czo-heterocyclic group, where preferred 
heteroatoms are oxygen, nitrogen, sulfur, phosphorus and silxcon, 
which may in turn bear Ci-Cio radicals or heteroatoms as 

30 substituents . 

Particular preference is given to indanones of the formula IV in 
which 

Ri" is a linear, branched or cyclic Ci-Ce-alkyl group whxch may 
35 bear one or more identical or different fluorine, chlorine, OR2 or 
NR22 substituents, a Cg-Cio-aryl group which may bear one or more 
identical or different fluorine, chlorine, 0R2 or NR22 
substituents, a C7-Ci2-alkylaryl or arylalkyl group, where the 
alkyl part may bear one or more identical or different fluorine, 
40 chlorine, 0R2 or NRZj substituents and the aryl part may bear 
fluorine, chlorine, 0r2 or NRZj substituents, a C2-C8-alkenyl 
group or Cj-Ca-alkynyl group which may each bear one or more 
identical or different fluorine, chlorine, 0r2 or NR22 
substituents, a Ce-Cij-arylalkenyl group which may bear one or 
45 more identical or different fluorine, chlorine, 0R2 or 1IR22 

substituents, a 0R2, SiR23 or -OSiR23 group, where r2 are identical 
or different and are each a Ci-C^-alkyl or phenyl group, where the 
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alkyl group may bear one or more identical or different fluorine, 
chlorine, 0R2 or NRSj substituents and the aryl group may bear 
fluorine, chlorine, 0r2 or HB^z substituents, a Ca-Cis-heterocyclic 
group, where preferred heteroatoms are oxygen, nitrogen, sulfur 
5 and silicon, which may in turn bear Ci-Cio-radicals or heteroatoms 
as substituents, and 

r3' is an unsaturated C2-C2o-group such as a C6-Ci4-aryl group 
which may bear fluorine, chlorine, 0R2, SR2, NR22, NH2, NO2, CN, 
COR2 or CO2R2 substituents, a C7-Cis-alkylaryl group or 

10 C7-Ci5-arylalkyl group, where the alkyl part may bear one or more 
identical or different fluorine, 0r2, VIK^2- or -OSiRSa 
substituents and the aryl part may bear fluorine, chlorine, 0R2, 
SR2, NR22-, NH2, NO2, CN, C0R2 or CO2R2 substituents, a 
C2-Cio-alkenyl group which may bear one or more identical or 

15 different fluorine, 0R2, CO2R2, C0R2, NRZj- or -OSiR^a 

substituents, a Cz-Cio-alkynyl group which may bear one or more 
identical or different fluorine, 0R2, NR22- or -OSiR23 
substituents, a CB-Ci2-arylalkenyl group, a PR22, B(0R2)2 or SnR23 
group, where r2 are identical or different and are each a 

20 Ci-C4-alkyl or Cg-aryl group, where the alkyl group may bear one 
or more identical or different fluorine, chlorine, OR2 or NR^a 
substituents and the aryl group may bear fluorine, chlorine, OR2 
or NR22 substituents, and, in addition, two radicals r2 may be 
joined to one another to form a ring system, a Ci-C 14 -heterocyclic 

2S group, where preferred heteroatoms are oxygen, nitrogen or sulfur 
which may in turn bear Ci-Ce-radicals or heteroatoms as 
substituents . 

Very particular preference is given to indalnones of the 

30 formula IV in which 

Ri- is a linear, branched or cyclic Ci-Ca-alkyl group which may. 
bear one or more identical or different fluorine, 0R2 or NR22 
substituents, a Cs-aryl group which may bear fluorine, 0R2 or NR22 
substituents, a C7-Cio-alkylaryl or arylalkyl group, which may 

35 each bear fluorine, chlorine, 0R2 or NR22 substituents, a 
C2-C8-alkenyl group, a Cj-Ca-alkynyl group which may bear 
fluorine, 0R2 or NR22 substituents, a Ce-Cio-arylalkenyl group 
which may bear fluorine, 0R2 or NR22 substituents, an 0R2, SiR23 or 
-OSiR23 group, where r2 are identical or different and are each a 

40 Ci-C4-alkyl or phenyl group which may bear fluorine, chlorine, 
OR2a or NR2a2 substituents, a C2-C9-heterocyclic group, where 
preferred heteroatoms are oxygen, nitrogen and sulfur, which may 
in turn bear Ci-Ce-hydrocarbon radicals or heteroatoms as 
substituents , and 

45 r3' is an unsaturated C2-Ci4-group such as a C6-Ci4-aryl group 

which may bear fluorine, chlorine, r2 , OR2a or 1!IR2^2 substituents, 
a C7-Cio-alkylaryl group or C7-Cio-arylalkyl group, where the alkyl 
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part: may bear one or more identical or different fluorine. OR^a, 
NR2a2 or -OSiR2a3 substituents and the aryl part may bear one or 
more identical or different fluorine, chlorine, OR2a or NR^^z 
substituents, a Cz-Ce-alkenyl group which may bear one or more 
5 identical or different fluorine, OR2a, cOpR^* or ^R^^2 

substituents, a C2-C8-alkynyl group which may bear one or more 
identical or different fluorine, OR2a or NR2a2 substituents, a 
CB-Ci2-arylalkenyl group, a PR2a2, B(OR2a)2 or SnR2a3 group, where 
R2a are identical or different and are each a linear or branched 

10 Ci-C4-alkyl group which may bear one or more fluorine substituents 
or a phenyl group which may bear one or more identical or 
different fluorine or OR^a substituents, and, in addition, two 
radicals R2a may be joined to one another to form a ring system, a 
Ci-Ci4-heterocyclic group , where preferred heteroatoms are oxygen, 

15 nitrogen or sulfur, which may in turn bear Ci-C4-radicals or 
heteroatoms as substituents , 

and y^o, and Y^2 are each a hydrogen atom. 

Illustrative examples of indanones of the formula IV, which do 
20 not, however, restrict the scope of the invention, ares 

2-methyl-7-phenyl-l-indanone 

2-methyl-7- ( 1-naphthyl ) -1-indanone 

2-methyl-7-(2-naphthyl)-l-indanone 

2-methyl-7- ( 2~methyl-l-naphthyl ) -1-indanone 
25 2-methyl-7- ( 4-methyl-l-naphthyl ) -1-indanone 

2-methyl-7-(4-methoxy-l-naphthyl) -1-indanone 

2-methyl-7- ( 6-methoxy-2-naphthyl) -1-indanone 

2-methyl-7- ( 4-methylphenyl ) -1-indanone 

2-methyl-7- { 3-methy Iphenyl ) -1-indanone 
30 2-methyl-7- ( 2-methy Iphenyl ) -1-indanone 

2-methyl-7-( 3 , 5-dimethylphenyl ) -1-indanone 

2-methy 1-7- ( 2 , 3-dimethylphenyl ) -1-indanone 

2-methy 1-7- ( 2 , 4 -dimethy Iphenyl ) -1-indanone 

2-methy 1-7 - ( 2 , 5-dime thy Iphenyl ) -1-indanone 
35 2-methyl-7-( 3-buty Iphenyl) -1-indanone 

2-methy 1-7- ( 4 -tert-buty Iphenyl ) -1-indanone 

2 -met hy 1-7 -me s i t y 1 - 1 - i ndanone 

2-methy 1-7- ( 4-biphenyl ) -1-indanone 

2-methy 1-7- ( 3-biphenyl ) -1-indanone 
40 2-methyl-7-( 2-biphenyl) -1-indanone 

2-methyl-7-{ 3 , 5-dipheny Iphenyl )- 1-indanone 

2-methyl-7- ( 4-styry 1 ) - 1-indanone 

2-methy 1-7- ( 3-styryl )- 1-indanone 

2-methyl-7 - ( 2-styry 1 ) - 1-indanone 
45 2-methyl-7- { 9-anthracenyl ) -1-indanone 
2-methy 1-7- ( 9-phenanthrenyl ) -1-indanone 
2-methy 1-7- ( 2-hydroxyphenyl ) -1-indanone 
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2-methyl-7- ( 4-hyciroxyphenyl ) - 1-indanone 
2-methyl-7- ( 3-hydro3cyphenyl ) - 1-indanone 
2-nie1:hyl-7- ( 2 , 4-dihydroxypheny 1 ) -1-indanone 
2-inethyl-7- ( 3 , 5-dihydroxyphenyl ) -1-indanone 
5 2-met:hyl-7- ( 4-inethoxyphenyl ) -1-indanone 
2-inet:hyl-7- ( 3 -me t ho xy phenyl ) -1-indanone 
2-inet:hyl-7- ( 2-inethoxyphenyl ) -1-indanone 
2-inet:hyl-7- ( 2 , 4-diinethoxyphenyl ) -1-indanone 
2-methyl-7- ( 3 , 5-dimethoxyphenyl ) - 1-indanone 
10 2-methyl-7- (3,4, S-trimethoxyphenyl ) -1-indanone 
2-ine1:hyl-7- ( 4-phenoxyphenyl ) -1-indanone 
2-mel:hy 1-7- ( 3 , 4-methylenedioxy ) phenyl ) -1-indanone 
2-met:hyl-7-(4—thioanisyl) -1-indanone 
2-inethyl-7- ( 3-thioanisyl ) -1-indanone 
15 2-me1:hyl-7-{4-nit:rophenyl) -1-indanone 
2-niethyl-7- ( 3-nitrophenyl ) -1-indanone 
2-met;hyl-7- ( 2-nitrophenyl ) -1-indanone 
2-ine1:hyl-7-(4-methyl-3-nit:rophenyl)-l-indanone 
2-iiiethyl-7-( 4-methoxycarbonylphenyl) -1-indanone 
20 2-methyl-7- ( 3-inethoxycarbonylphenyl ) -1-indanone 
2-methyl-7- ( 2-methoxycarbonylphenyl ) -1-indanone 
2-met:hyl-7- ( 4-carboxylphenyl ) -1-indanone 
2-methy 1-7- ( 2 -carboxy Iphenyl ) - 1-indanone 
2-inet:hyl-7- ( 4 -formy Iphenyl ) -1-indanone 
25 2-methyl-7- ( 4 -acety Iphenyl ) -l-indanone 
2-inethy 1-7 - ( 4 -pivaloy Iphenyl ) -1-indanone 
2-methyl-7- ( 4-aminophenyl ) -1-indanone 
2-inethyl-7- { 3-aininophenyl ) -1-indanone 
2-methyl-7- ( 2-aininopheny 1 ) - 1-indanone 
30 2-methyl-7-(4-diiiiethylaminophenyl) -1-indanone 
2-xnethyl-7-{ 3-diinethylaininophenyl) -1-indanone 
2-raethy 1-7- ( 4- ( 1-pyrrolidino ) phenyl ) - 1-indanone 
2-methyl-7- ( 4-hydrazinophenyl ) -1-indanone 
2 -me thy 1-7- ( 4-cyanophenyl ) -1-indanone 
35 2-methyl-7- ( 3-cyanophenyl) -1-indanone 
2-methyl-7-(2-cyanophenyl) -1-indanone 
2-mel::hyl-7- < 4-trif luoromethoxypheny 1 ) -1-indanone 
2 -methyl- 7 - ( 4 - f luor opheny 1 ) - 1 - indanone 
2-methyl-7- ( 4-broinophenyl) -1-indanone 
40 2-methy 1-7- ( 2, 4-difluorophenyl) -1-indanone 
2-methy 1-7- ( 4-chlorophenyl ) -1-indanone 
2-methyl-7- ( 3 , 5-dichlorophenyl) -1-indanone 
2-methy 1-7- ( 4-trif luoromethy Iphenyl ) -1-indanone 
2-methyl-7- ( 3-tr if luoromethy Iphenyl ) -1-indanone 
45 2-methy 1-7- ( 3 , 5-bis ( tr if luoromethy 1 ) phenyl ) -1-indanone 
2-methyl-7-( 2 , 4-bis ( tr if luoromethyl ) phenyl) -1-indanone 
2-methy 1-7- ( 2-f uryl ) - 1-indanone 



• 
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2-inet:hyl~7-(3-furyl)-l-indanone 

2-inet:hyl-7- ( 5-methyl-2-f uryl ) -1-indanone 

2-met:hyl-7- (benzofuryl )- 1-indanone 

2-methyl-7- ( 2-thiophenyl ) -1-indanone 
5 2-inethyl-7- ( 5-met:hyl-2-1:hiophenyl ) -1-indanone 

2-met:hyl-7- ( 3-thiophenyl ) -1-indanone 

2-met:hyl-7- ( 5-isobut:yl-2-thiophenyl ) -1-indanone 

2-methyl-7- (benzothiophenyl ) -1-indanone 

2-methyl-7-(N-inethyl-2-pyrrolyl) -1-indanone 
10 2-methyl-7- (N-inethyl-3-pyrrolyl ) -1-indanone 

2-methy 1-7- ( 2-pyr idyl ) - 1-indanone 

2-methyl-7- ( 3-pyridyl ) -1-indanone 

2-me1:hyl-7- ( 4-pyridyl ) -1-indanone 

2-me-thyl-7- ( 2-pyriinidyl ) -1-indanone 
15 2-niethyl-7- ( 2-guinoly 1 ) -1-indanone 

2-inethyl-7- ( 3-quinolyl ) -1-indanone 

2-xnethyl-7- ( 4-isoguinoly 1 ) -1-indanone 

2-met:hyl-7-(2-thiazolyl) -1-indanone 

2-methyl-7-(2-benzothiazolyl) -1-indanone 

20 2-met.hyl-7- ( 2-N-met:hyliinidazoly 1 ) - 1-indanone 

2-inethyl-7- (2-N-methylbenzoiinidazolyl )-l-indanone 

2-methy 1-7- ( 2-oxazolyl ) -1-indanone 
2-inethyl-7- (N-methyltriazolyl ) -1-indanone 
2-inethyl-7-benzyl-l-indanone 
25 2-inet:hyl-7-(hex-l-en-6-yl)-l-indanone 
2-methy 1-7- ( hex-l-en- 1-yl ) - 1-indanone 
2-methy 1-7-vinyl-l-indanone 

2-methyl-7- ( 2-triinethylsilylethen-l-yl ) -1-indanone 
2-methy 1-7- ( 2-pheny lethyn-l-y 1 ) -1-indanone 
30 2-methyl-7- ( 2-tert-butylethyn-l-yl ) -1-indanone 
2-methyl-7-allyl- 1-indanone 

2-methyl-7-{2-trimethylsilylethyn-l-yl) -1-indanone 
2-methyl-7-( 2-pheny lethen-l-yl) -1-indanone 
2 -methyl-7-trimethylstannyl- 1-indanone 

35 2-methy 1-7-tributylstannyl- 1-indanone 
2-methyl-7-triphenylstannyl-'l-indanone 
2-methyl-7-(boronic acid pinacol ester ) -1-indanone 
2-methy 1-7 -(boronic acid trimethylene glycol ester)-l-: 
2-methy 1-7- ( B-catecholborane ) -1-indanone 

40 2-methy 1-7-diphenylphosphino- 1-indanone 
2-methyl-7-dibutylphosphino-l-indanone 

2-methy 1-7- {methoxyphenyl-methyl-phosphino)-l-indanone 

2-ethyl-7-phenyl- 1-indanone 
2-ethyl-7-(4-tolyl) -1-indanone 
45 2-ethyl-7-naphthyl-l-indanone 
2-ethyl-7- ( 2-f uryl ) -1-indanone 
2-isopropy 1-7- ( 2-pyridyl ) -1-indanone 
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2-isopropyl"7-phenyl-l-indanone 
2 - is opropy 1- 7 - napht hy 1- 1 - indanone 
2-isobutyl-7-phenyl-l-indanone 
2-isobut:yl-7-naphthyl-l-indanone 
5 2-cyclohexyl-7-phenyl-l-indanone 

2-t:rifluoromet:hyl-7-phenyl-l-indanone 
2-t:rif luoromethyl-7- ( 4-tolyl )-l-indanone 
2~t:rifluoromet:hyl-7-naphthyl-l-indanone 
2-trif luoromethyl-7- ( 4-met:hoxyphenyl ) ^1-indanone 
10 2-trif luoromethyl-7- ( 3 , s-bis (trifluoromethyl ) phenyl )-l-indanone 
2-methyl-4-"methoxy-7-phenyl-l-indanone 
2 , 6-dime"thyl-7-phenyl-l-indanone 
2 , 5-diinethyl-7-phenyl-l~indanone 

2 . 5- dimethyl-7-p-t:olyl-l-indanone 

15 2 , 5-diinethyl-7- ( 2-thiophenyl)-l- indanone . 
2-methyl-5-phenyl-7-napht:hyl-l-indanone 
2-inet:hyl-5 , 7 -diphenyl-l- indanone 
2 -methyl- 7- ( 4-f luoropheny 1 ) -1-indanone 

2-methyl-5-diphenylphosphino-7- ( 4-nit:rophenyl ) -1-indanone 
20 2-inet:hyl-5-chloro-7-phenyl-l-indanone 

2 . 6- dimethyl-7- ( 4-inet.hoxyphenyl ) -1-indanone 
2-ethyl-5-vinyl-7- ( 2-f uryl )- 1-indanone 
2-isoprQpyl-5-trif luoromethyl-7-phenyl-l-indanone 

2-cyclohexyl-5-methy 1-7- ( 2-pyridyl ) -1-indanone 
25 2-t:rifluoromet:hyl-7-napht:hyl-l-indanone 

2-triinet:hylsilyl-5-isopropyl-7-(boronic acid pinacol 

ester )- 1-indanone 

2-diniethylainino-6-cyclohexyl-7-trimethylstannyl-l-indanone 

30 2-ethyl-7-( 9-phenanthrenyl) -1-indanone 
2-ethyl-7- ( 2-pyridyl ) -1-indanone 

2-butyl-7-phenyl-l-indanone 

2-butyl-7- ( 4-tolyl ) - 1-indanone 
35 2-butyl-7-naphthyl-l-indanone 

2-butyl-7- ( 2-f uryl ) -1-indanone 

2-butyl-7- ( p-phenanthrenyl ) -1-indanone 

2-butyl-7- ( 2-pyridyl ) -1-indanone 

2-ethyl-7- ( 4-tert-butylphenyl ) -1-indanone 
40 2-n-propyl-7-phenyl- 1-indanone 

2-n-propyl-7-naphthyl- 1-indanone 

2-n-propyl-7-( 4-tert-butylphenyl ) -1-indanone 

2-n-propyl-7-(4-inethylphenyl) -1-indanone 

2-n-butyl-7-phenyl-l-indanone 
45 2-n-butyl-7-naphthyl-l-indanone 
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2-n-butyl-7-( 4-tert:-butylphenyl)-l-indanone 
2-n-butyl-7~ ( 4-me1:hylphenyl )-l-indanone 

Both indanones of the formulae I and la and also indanones of the 
5 formulae II and lla are suitable, inter alia, as intermediates in 
the preparation of metallocenes and active compounds in the 
fields of pharmacy and crop protection. 

The indanones of the formulae II and Ila can easily be converted 
10 into the indenes of the formulae V and Va by literature methods 
(eg-: R.C. Larock, Comprehensive Organic Transformations, VCH^ 
1989, EP 0 629 632 A2) . 



15 



20 




(H) 




(lla) 




in the formulae II, Ila, V and Va, the radicals Ri , R^, Y^, ys and 
35 y6 are as defined above for formulae II and Ila. 

Metallocenes can be prepared from the indenes of the formulae V 
and Va by literature methods (eg- EP 576 970, EP 629 632). 
Preference is given to unbridged or bridged metallocenes of the 
40 formula (VI) 
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(VI) 



where Ri, R3, Y*, and y« are as defined above for formula II, 
M is a transition element of group 4, 5 or 6 of the Periodic 
20 Table of the Elements, eg. titanium, zirconium, hafnium, 

vanadium, niobium, tantalum, chromium, molybdenum, tungsten, 
preferably titanium, zirconium, hafnium, particularly preferably 
zirconium, 

r9 and Rio are identical or different and are each a hydrogen 
25 atom, hydroxy or a halogen atom or a Ci-C40-group such as 
Ci-Cxo-alkyl, Ci-Cio-alkoxy , Ce-Cio-aryl, Ce-Cio-aryloxy, 
C2-Cio-alkenyl, C-Cio-arylalkyl, C7-C4o-alkylaryl, C8-C4o-aryl- 
alkenyl, preferably hydrogen, Cx-Cj-alkyl, in particular "methyl, 
Ci-C3-alkoxy, Cg-aryl, Cg-aryloxy, Cz-Cio-alkenyl, C-Cio-arylalJcyl, 
30 C-Cio-alkylaryl, Cg-Cio-arylalkenyl or a halogen atom, in 
particular chlorine, 
X is zero or 1, 



Rii is a bridge such as 



35 



40 



^12 



.13 



where m2 is carbon, silicon, germanium or tin, preferably, silicon 
or carbon, in particular silicon, 
45 p is 1, 2 or 3, preferably 1 or 2 , in particular 1, 
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RX. and R" are identical or different and are each a ^V^-^^ " 
atom, a halogen atom or a C.-C.o-aroup ^^^^ " ^1;^^ J,'^^,'' 
r -c,.-arvl. Ci-Cio-alkoxy. C2 -Cio-alkenyl, C7-C2o-arylalKyi , 
S-cro-alSlaryl Ce-C.o-aryloxy. C.-C.o-f lucroaDcyl. 

' '^.^iT^Tll^^^^^^^^^ -em for. a rin.,- 

^.efTra^ly, and H» are hydrogen. ^-^^-^^^^^^ ^^^.^^.^^^^^^ 

C.-Ce-alkoxy, C.-C.-alkanyl. ^-^""-^^f ' ^^^^^.^'^r'^^^^d 
particularly preferably Ci-Ce-aDcyl or Ce-Cxo-aryl. or R 
10 together with the atom connecting them form a ring. 

r3 are identical or different, preferably identical, and are 

r3 are identxcai o contain heteroatoms. 

preferably each a Ce-C^o-aryl group wni ^ 

Preference is given to Ce-C^o-aryl groups whxch may be 

15 h"o::rted. in particular fluorinated, ^ ^^^^^^^^^^^^^^^ 

in oLticular fluorinated, Ci -C^o-hydrocarbon radicals. R are 
Tarticrrny preferably each a phenyl, -P^^^^'/^f 
Lthracenyl group which is fluorinated and/or bears fluorinated, 
tn partlcuiar perf luorinated, c.-C.o-hydrocarbon radicals such as 

20 CF3 or C2FS. 

particularly suitable metallocenes of the formula VI comprise the 
following molecular fragments: 

25 MR^RlO: ZrCLs, Zr(CH3)2. HfCl2, Hf (^3)2 

Ri. linear Ci-Cio-alkyl 

:-rc:":-alkyl)phenvl. where the 4- (C.-Cs-allcyl) group 
is preferably a branched C^-Cs-alkyl group, m 
30 particular a tert-butyl group, , , 

dimethylsilyl, diphenylsilyl , methylphenylsilyl . 



Rll: 



Further preferred metallocene components of the metallocenes of 
Se formula VI are combinations of the following molecular 

35 fragments: 

MR^RlO: 2rCl2* Zr(CH3)2. . . ^ -k.^i-vI 

Ri: Ci-C4-alkyl such as methyl, ethyl, isopropyl, n-butyl, 

sec-butyl, 
y6 ; hydrogen 
An y5- hydrogen, Ci-C4-alkyl, Ce-Cio-aryl, 

■ 4-fluorophenyl. 3 . 5-dif luorophenyl , pentaf luorophenyl. 

4-trifluoromethylphenyl. 3-trif luoromethylphenyl. 
2-trifluoromethylphenyl, 3 , 5-ditrif luoromethylphenyl. 
2 6-ditrif luoromethylphenyl. pentatrif luoromethyl- 
45 phenyl. 4-pentaf luoroethylphenyl . 3 -pentaf luoroethyl- 

phenyl. 2-pentaf luoroethylphenyl , 3 . 5-dipentaf luoro- 



f ■ 
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ethylphenyl, 2 , 6-dipentaf luoroethylphenyl, mono-, di-, 
tri- and tetraf luoronaphthyl, pentaCpentaf luoroethylj- 
phenyl , 

Rii: dimethylsilanediyl, dimethylgermanediyl, CH2-CH2, 

5 CH(CH3)-CH2, CH(CH3)-CH(CH3), C(CH3)2-CH2, 

C(CH3)2-C(CH3)2. 

Radicals having the same designation on the two indenyl ligands 
can be identical to or different from one another. Thus, the two 
10 indenyl ligands can be identical or can be different from one 
another (eg. when one ys - H, and the other Y« = CH3 or when one 
y6 = CH3 and the other - C2H5). 

Illustrative examples of metallocenes which can be prepared, 
15 which do not, however, restrict the scope of the . invention , are: 

dimethylsilanediylbis ( 2-methyl-4- ( 4-f luorophenyl ) indenyl ) ZrClj 
dimethylsilanediylbis ( 2-methyl-4- ( 3 , 5-dif luorophenyl ) indenyl ) ZrClz 
dimethylsilanediylbis ( 2-methyl-4- ( 2 , 6-dif luorophenyl ) indenyl ) ZrCl2 
20 dimethylsilanediylbis ( 2-methy 1-4- (pentaf luorophenyl ) xndenyl ) ZrClz 
dimethylsilanediylbis ( 2-methy 1-4- ( 4-trif luoromethylphenyl ) - 

indenyl )ZrCl2 , w i * 

dimethylsilanediylbis ( 2-methy 1-4- ( 3 , 5-ditrif luoromethylphenyl ) - 

indenyl )ZrCl2 ^ , ^ -, . 

25 dimethylsilanediylbis ( 2-methyl-4- ( 2 , 6-ditrif luoromethylphenyl) - 

indenyl ) ZrCl2 ^ , w -1 v 

dimethylsilanediylbis ( 2-methyl-4- (pentatrif luoromethylphenyl )- 

indenyl )ZrCl2 ^ , w -. v 

dimethylsilanediylbis (2-methy 1^4-(4-pentafluoroethylphenyl)- 

30 indenyl )ZrCl2 ^ , 

dimethylsilanediylbis ( 2-methy 1-4- ( 3 , 5-dipentaf luoroethylphenyl )- 

indenyl ) ZrCl2 ^ , w i i 

dimethylsilanediylbis ( 2-methy 1-4- ( 2 , 6-dipentaf luoroethylphenyl ) - 

indenyl ) ZrCl2 ^ , . n 

3S dimethylsilanediylbis(2-methyl-4-(penta(pentafluoroethyl)phenyl)- 

indenyl)ZrCl2 . . . 

dimethylsilanediylbis ( 2-methyl-4- ( 3 , 5-dif luorophenyl ) -6-phenyl- 

indenyl)ZrCl2 ^ , w v 

dimethylsilanediylbis ( 2-methy 1-4- ( 3 , 5-dif luoromethylphenyl ) - 

40 6-phenylindenyl)ZrCl2 

dimethylsilanediylbis ( 2-methy 1-4- ( 4-pentaf luoroethylphenyl ) - 

6-phenylindenyl)ZrCl2 ^ , ^ 

dimethylsilanediylbis ( 2-methy 1-4- ( 3 , 5-dipentaf luoroethylphenyl ) - 

6-phenylindenyl ) ZrCl2 ,1. 1 

45 dimethylsilanediylbis(2-methyl-4-(pentafluorophenyl)-6-phenyl- 

indenyl)ZrCl2 ^ , w n 

dimethylsilanediylbis ( 2-methy 1-4- ( 3 , 5-ditrif luoromethylphenyl )- 
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6-met:hylindenyl)ZrCl2 , w t^" 

dimethylsilanediylbis ( 2-methyl-4- { 3 , 5-ditrif luoromethylphenyD- 
e-isopropylindenyl) ZrCl2 

dimethylsilanediylbis [ 1- ( 2-n-propyl-4- ( 4-terl:-bul:ylphenyl) - 
5 Indenyl ) J zirconium dichloride 

dimethylsilanediylbis I 1- ( 2-n-buty 1-4- ( 4-tert-butylphenyl ) - 

indenyl) Izirconiiam dichloride 

dimethylsilanediylbis [ 1- ( 2-n-pentyl-4- ( 4-tert-butylphenyl ) - 
indenyl ) ] zirconium dichloride _ 
10 dimethylsilanediylbis ( 2-n-butyl-4- ( 3 , 5-dif luorophenyl) indenyl ) - 

dimethylsilanediylbis ( 2-n-buty 1-4- ( 4-trif luoromethy Iphenyl ) - 
indenyl )ZrCl2 

15 dimethylsilanediylbis ( 2-n-buty 1-4- ( 3 , 5-ditrif luoromethylphenyl )- 

indenyl ) ZrCl2 w , v 

dimethylsilanediylbis ( 2-n-butyl-4- ( 4 -pent afluoroethy Iphenyl ) - 

indenyl ) ZrCl2 , ». tv 

dimethylsilanediylbis { 2-n-buty 1-4- ( 3 , 5-dipentaf luoroethylphenyl) - 

20 indenyl )ZrCl2 ^ ^ iv^wt 

dimethylsilanediylbis ( 2-n-buty 1-4- (pentafluorophenyl ) indenyl ) ZrClz 

dimethylsilanediylbis ( 2-n-buty 1-4- ( 3 , 5-dif luorophenyl ) indenyl) - 

dimethylsilanediylbis ( 2-n-buty 1-4- (pentafluorophenyl ) indenyl ) ZrClz 
25 dimethylsilanediylbis ( 2-sec-butyl-4- ( 3 , 5-dif luorophenyl) indenyl) - 

dimilhylsilanediylbis(2-sec-butyl-4-(4-trifluoromethylphenyl)- 

indenyl)ZrCl2 .„ , 

dimethylsilanediylbis ( 2-sec-butyl-4- ( 3 , 5-ditrif luoromethy 1- 

30 phenyl) indenyl )ZrCl2 ^ , iv 

dimethylsilanediylbis ( 2-sec-butyl-4- ( 4-pentaf luoroethylphenyl ) - 

indenyl )ZrCl2 ^, ^. , 

dimethylsilanediylbis ( 2-sec-butyl-4- ( 3 , 5-dipentaf luoroethyl- 
phenyl ) indenyl ) ZrCl2 , . J i» 
35 dimethylsilanediylbis(2-sec-butyl-4-(pentafluorophenyl)indenyl)- 

dSlhy isilanediylbis ( 2-sec-butyl-4- ( 3 , 5-dif luorophenyl ) indenyl ) - 
dimethylsilanediylbis(2-sec-butyl-4-(pentafluorophenyl)indenyl)- 
40 ZrCl2 

dimethylsilanediylbis ( 2-isobutyl-4- ( 3 , 5-dif luorophenyl ) indenyl ) - 
d2elhylsilanediylbis(2-isobutyl-4-(4-trif luoromethylphenyl)- 

indenyl) ZrCl2 ^ , 

45 dimethylsilanediylbis ( 2-isobutyl-4- ( 3 , 5-ditrif luoromethy Iphenyl ) - 

indenyl) ZrCl2 , ^ 

dimethylsilanediylbis ( 2-isobutyl-4- ( 4-pentaf luoroethylphenyl )- 
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indenyl)2rCl2 

dimethy isilanediy Ibis ( 2-i8obut:yl-4- ( 3 , S-dipentaf luoroethyl- 
pheny 1 ) indenyl ) ZrCl2 

dimethylsilanediylbis ( 2-isobutyl-4- ( pentaf luoropheny 1 ) indenyl ) - 
5 ZrCl2 

dimethyls ilanediy Ibis ( 2-ethyl-4- ( 3 , 5-dif luorophenyl ) indenyl) ZrClz 
dimethy Isilanediy Ibis ( 2-ethy 1-4- ( 4-tr if luoromethylphenyl )- 

indenyl ) ZrCl2 

dimethylsilanediylbis ( 2-ethyl-4- ( 3 , 5-ditrif luoromethylphenyl ) - 

10 indenyl) ZrCl2 

dimethylsilanediylbis (2-ethyl-4-(4-pentafluoroethylphenyl)- 

indenyl ) ZrCla ^ , ^ , . 

dimethylsilanediylbis ( 2-ethyl-4- ( 3 , 5-dipentaf luoroethylphenyl)- 
indenyl)ZrCl2 , 
15 dimethylsilanediylbis ( 2-ethy 1-4- ( pentaf luorophenyl ) indenyl ) ZrCla 

1 , 2-ethanediylbis ( 2-methyl-4-pheny lindenyl ) zirconium dichloride 
1 , 2-ethanediylbis ( 2-ethy 1-4-phenylindenyl ) zirconium dichloride 
1 , 2-ethanediylbis ( 2-isobutyl-4-phenylindenyl ) zirconium dichloride 
20 1 , 2-ethanediylbis ( 2-n-butyl-4-phenylindenyl) zirconium dichloride 
1 , 2-ethanediylbis ( 2-sec-buty 1-4-phenylindenyl ) zirconium 
dichloride 

1 , 2-ethanediylbis ( 2-methyl-4- ( 1-naphthyl ) indenyl ) zirconium 
dichloride 

25 1, 2-ethanediylbis ( 2-ethy 1-4- ( 1-naphthyl ) indenyl ) zirconium 
dichloride 

1 , 2-ethanediylbis ( 2-isobutyl-4- ( 1-naphthyl ) indenyl ) zirconium 
dichloride 

1 , 2-ethanediylbis ( 2-n-butyl-4- ( 1-naphthyl ) indenyl ) zirconium 
30 dichloride 

1 , 2-ethanediylbis ( 2-sec-buty 1-4- ( l-naphthyl ) indenyl ) zirconium 
dichloride 

1 , 2-ethanediylbis ( 2-methyl-4- ( 2-naphthyl ) indenyl ) zirconium 
dichloride 

35 1, 2-ethanediylbis (2-ethy 1-4- (2-naphthyl) indenyl) zirconium 
dichloride 

1 , 2-ethanediylbis ( 2-isobutyl-4- ( 2-naphthyl ) indenyl ) zirconium 
dichloride 

1 , 2-ethanediylbis ( 2-n-butyl-4- ( 2-naphthyl ) indenyl ) zirconium 
. 40 dichloride 

1 , 2-ethanediylbis ( 2-sec-buty 1-4- ( 2-naphthyl ) indenyl ) zirconium 
dichloride 

1 , 2-ethanediylbis ( 2-methyl-4-phenanthrylindenyl) zirconium 
dichloride 

45 1,2-ethanediy Ibis ( 2-ethy 1-4-phenanthrylindenyl) zirconium 
dichloride 

1 , 2-ethanediylbis ( 2-isobuty 1-4-phenanthrylindeny 1 ) zirconium 



wo 98/40331 PCT/EP98/01232 

64 

dichloride 

1 , 2-ethanediylbis ( 2-n-butyl-4-phenanthrylindenyl ) zxrcono-um 
dichloride 

1 , 2-ethanediylbis ( 2-sec-butyl-4-phenanthrylindenyl) zirconium 
5 dichloride 

1 , 2-ethanediylbis ( 2-inethyl-4- ( 3 , S-dimethylphenyl ) mdenyl ) zirconiu 

m dichloride . . • 

1 , 2-ethanediylbis ( 2-ethyl-4- ( 3 , S-dimethylpheny 1 ) indenyl ) zirconium 

dichloride , 
10 1 , 2-ethanediylbis ( 2-n-butyl-4- { 3 , S-dimethylphenyl ) indenyl ) - 

zirconium dichloride 

1 , 2-ethanediylbis ( 2-sec-buty 1-4- ( 3 , S-dimethylphenyl ) indenyl ) - 
zirconium dichloride 

1 ; 2-ethanediylbis ( 2-methyl-4- ( 4-methylphenyl ) indenyl ) zirconium 
15 dichloride 

1 , 2-ethanediylbis ( 2-ethyl-4- ( 4-methylphenyl ) indenyl ) zirconium 
dichloride 

1 , 2-ethanediylbis ( 2-isobutyl-4- ( 4-methylphenyl ) indenyl ) zirconium 
dichloride 

20 1 , 2-ethanediylbis ( 2-n-butyl-4-( 4-methylphenyl) indenyl) zirconium 

dichloride . ^ , . . 

1 , 2-ethanediylbis ( 2-sec-butyl-4- ( 4-methylphenyl ) indenyl ) zirconium 

dichloride 

1 , 2-ethanediylbis ( 2-methyl-4-anthracenylindenyl ) zirconium 
25 dichloride 

1 , 2-ethanediylbis ( 2-ethyl-4-anthracenylindenyl) zirconium 

dichloride , . . 

1 , 2-ethanediylbis ( 2-isobutyl-4-anthracenylindenyl) zirconium 

dichloride 

30 1 , 2-ethanediylbis ( 2-n-butyl-4-anthracenylindenyl ) zirconium 

dichloride 

1 , 2-ethanediylbis ( 2-sec-butyl-4-anthracenylindenyl ) zirconium 
dichloride 

35 Also preferred are the corresponding dimethylzirconium compounds 
and the corresponding compounds having a 1 , 2-( 1-methylethane 
diyl), l,2-(l,l-dimethylethanediyl) or i , 2- ( 1 , 2-dimethylethane- 
diyl) bridge. 

40 damethylsilanediylbisll-(2-methyl-4-phenylindenyl) Jzirconium 

dichloride , . ^ , » , 

dimethyls ilanediy Ibis [ 1- ( 2-methyl-4- ( 1-naphthyl ) indenyl) J- 

zirconium dichloride 

dimethyls ilanediy Ibis [ l-( 2-methyl-4- ( 2-naphthyl) indenyl) ]- 
45 zirconium dichloride 



wo 98/40331 PCT/EP98/01232 

65 

diinethylsilanediy Ibis [ l-(2-methy 1-4- (4-inethylphenyl)indenyl) 1— 
zirconium dichloride 

dimethylsilanediylbis [ l-(2-methyl-4-( 3-inethylphenyl) indenyl) ]- 

zirconium dichloride 
5 dimethylsilanediylbis { 1- { 2-inethyl-4- ( 2-inethylphenyl ) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis ( i-(2-methyl-4-( 4 -ethylphenyl) indenyl) ]- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3-ethylphenyl ) indenyl ) ]- 

10 zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-methyl-4- ( 2-ethylphenyl ) indenyl ) ]- 

zirconium dichloride 

dimethylsilanediylbis 1 1- { 2-methyl-4- ( 4-butylphenyl ) indenyl ) ]- 

zirconium dichloride 
15 dimethylsilanediy Ibis (l-(2-methy 1-4- <4-isopropylphenyl) indenyl) J- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3-isopropy Iphenyl ) indenyl } 1- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2-isopropy Iphenyl ) indenyl) ]- 
20 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 4 -tert-buty Iphenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3-tert-butylphenyl)- 
indenyl) ]zirconivim dichloride 
25 dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 4-cyclohexy Iphenyl )- 
indenyl) ) zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3-cyclohexy Iphenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- { 2-methyl-4- ( 4-triisopropylsily Iphenyl )- 
30 indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 4-biphenyl ) indenyl ) )- 

zirconium dichloride 

dimethylsilanediylbis ( i- (2-methy 1-4- ( 3-biphenyl) indenyl) ]- 

zirconium dichloride 
35 dimethylsilanediylbis [ 1- ( 2-methy 1-4- ( 2-biphenyl ) indenyl ) ]- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 4-biphenyl ) indenyl ) ]- 
zirconium dichloride 

dimethylsilanediylbis I 1- ( 2-methyl-4- { 4-styryl ) indenyl ) ] zxrconium 

40 dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3-styry 1 ) indenyl ) 1 zxrconium 
dichloride 

dimethylsilanediylbis [ 1- { 2-methyl-4- ( 2-styryl ) indenyl ) 1 zxrconium 

dichloride . 
45 dimethylsilanediylbis [ 1- ( 2-methy 1-4- ( 9-anthracenyl ) xndenyl ) J- 

zirconium dichloride 
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dimethylsilanediylbis[ l-(2-niethyl-4-(9-phenanthrenyl)indenyl) ]=- 
zirconixim dichlorxde 

dijnethylsilanediylbis [ 1- ( 2~inethyl-4- ( 4-methyl-l-napht:hyl ) - 
5 indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2-methyl-l-napht:hyl ) - 
indenyl) ] zirconium dichloride 

dimethy Isilanediylbis [ 1- ( 2-met:hyl-4- ( 2 , 4-dimethylphenyl ) - 
indenyl) J zirconium dichloride 
10 dimethylsilanediylbis 1 1- { 2-methy 1-4- ( 2 , 3-dimethylphenyl ) - 
indenyl) ] zirconium dichloride 

dimethyls ilanediy Ibis [ 1- ( 2-methyl-4- ( 3 , 5-dimethylphenyl ) - 
indenyl) 1 zirconium dichloride 

dimethy Isilanediylbis [ 1- ( 2-methy 1-4- ( 3 , 4-dimethylpheny 1 ) - 
15 indenyl ) ] zirconium dichloride 

dimethylsilanediy Ibis [ 1- ( 2-methy 1-4- ( 2 , 6-dimethylphenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2,3, 4-trimethylpheny 1 ) - 
indenyl) ] zirconium dichloride 
20 dimethylsilanediylbis [ 1- ( 2-me1:hyl-4- ( 3,4, 5-trimethylphenyl )- 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-methyl-4- (2,4, 5-trimethylphenyl) - 
indenyl) 1 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- (2,3, 4-trimethylphenyl)- 
25 indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4-mesitylindenyl ) ] zirconium 

dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3 , 5-dipheny Iphenyl ) - 
indenyl) ] zirconium dichloride 
30 dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3 , 5-diisopropylphenyl )- 
indenyl) ] zirconium dichloride 

dimethylsilanediylbist l-(2-methyl-4-(4-methoxyphenyl)indenyl) ] 

zirconium dichloride 
35 dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3-methoxypheny 1 ) indenyl ) ] 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2-methoxyphenyl) indenyl) ] 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2 , 4-dimethoxyphenyl ) - 
40 indenyl) ] zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-methyl-4- { 3 , 5-dimethoxyphenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3 , 4-dimethoxyphenyl ) - 
indenyl) 1 zirconium dichloride 
45 dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3,4, 5-trimethoxyphenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methy 1-4- (2,4, 6-trimethoxyphenyl ) - 
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indenyl) 1 zirconium dichloride . 

dimethylsilanediylbis[ l-(2-methyl-4-(4-phenoxyphenyl)indenyl) ]- 

zirconiim dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 4--isopropoxyphenyl )- 
5 indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-met:hy 1-4 - ( 4-f luorophenyl ) indenyl ) ] - 
zirconium dichloride 

dimethylsilanediylbis [ l-(2-methyl-4-(3-f luorophenyl) indenyl) ]- 

10 zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-methyl-4- ( 2 , 4-dif luorophenyl )- 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- { 2-methyl-4- ( 3 , 5-dif luorophenyl ) - 
indenyl) ] zirconium dichloride 
15 dimethylsilanediylbis [ 1- ( 2-methy 1-4- (2,3,5, 6-tetraf luoro- 
4-methylphenyl ) indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4-( 4-N,N-dimethylaminophenyl)- 
indenyl) ]zirconium dichloride 
20 dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3-N , N-dimethy laminophenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis ( 1- ( 2-methyl-4- ( 2-N , N-dimethy laininophenyl ) - 

indenyl) ] zirconium dichloride 

. dimethylsilanediylbis I 1- ( 2-methy 1-4- ( 4- ( 1-pyrrolidino ) phenyl ) - 

25 indenyl) ] zirconium dichloride 

dimethylsilanediylbis[l-(2-methyl-4-(4-(l-piperidino)phenyl)- 

indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4-(4-trif luoromethylphenyD- 
SO indenyl) ] zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-methyl-4- ( 3-trif luoromethylphenyl ) - 
indenyl) ) zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- (2-trif luoromethylphenyl ) - 
indenyl ) 1 zirconium dichloride 
35 dimethylsilanediylbis [ 1- { 2-methyl-4- ( 3 , 5-bis ( trif luoromethyl ) - 
phenyl ) indenyl ) 1 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2 , 4 -bis (trif luoromethyl )- 
phenyl ) indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3-trif luoromethoxyphenyl )- 
40 indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2-methyl-4-trif luoromethoxy- 
phenyl) indenyl ) 1 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 4-pentaf luoroethylphenyl ) - 
indenyl ) ] zirconium dichloride 

45 
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dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 4-thioanisylphenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-me1:hyl-4- ( 3-thioanisylphenyl ) - 
indenyl )] zirconium dichloride 
5 dimethylsilanediylbis [ 1- ( 2-methyl-4-- ( 2-thioanisylphenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- { 2-methyl-4- ( 2-pyridyl ) indenyl ) 1 zirconium 
dichloride 

10 dimethylsilanediylbis[l-(2-methy 1-4- (3-pyridyl) indenyl) ] zirconium 
dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 4-pyridyl ) indenyl ) ] zirconium 
dichloride 

dimethylsilanediylbis [ l-( 2-methyl-4-< 2-pyrimidyl ) indenyl) ]- 
15 zirconium dichloride 

dimethyls ilanediylbis [ 1- ( 2-methyl-4- ( 2-f uryl ) indenyl ) ] zirconium 

dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3-f uryl ) indenyl ) 1 zirconium 
dichloride 

20 dimethy Isilanediy Ibis [ l-(2-methy 1-4- {5-methyl-2-furyl) indenyl) ]- 
zirconium dichloride 

dimethylsilanediylbis! l-(2-methyl-4-( 2-benzofuryl) indenyl) J- 
zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-methyl-4- ( 2-thiophenyl ) indenyl ) ]- 

25 zirconium dichloride 

dimethylsilanediylbis [ l-( 2-methy 1-4- (3-thiophenyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis [ l-( 2-methyl-4- ( 5-methyl-2-thiophenyl)- 
indenyl) ] zirconium dichloride 
30 dimethylsilanediylbis [ 1- ( 2-methyl-4-< 5-isobutyl-2-thiophenyl)- 
indenyl) ]zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2-benzothiophenyl ) indenyl) ]- 

zirconium dichloride 
35 dimethylsilanediy Ibis [l-(2-methy 1-4- (2-thiazolyl) indenyl) ]- 

zirconivun dichloride 

dimethyls ilanediylbis ( 1- ( 2-methyl-4- ( 2-benzothiazolyl ) indenyl ) ]- 
zirconixim dichloride 

dimethy Isilanediy Ibis [ l-(2-methy 1-4- (2-oxazolyl) indenyl) ]- 

40 zirconium dichloride 

dimethyls ilanediylbis [ 1- ( 2-methyl-4- { N-methyl-2"-pyrrolyl ) - 
indenyl )] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- (N-methyl-3-pyrrolyl ) - 

indenyl )] zirconium dichloride 
45 dimethy Isilanediy Ibis tl-(2-methy 1-4- (2-quinolyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis! l-( 2-methy 1-4- (3-quinolyl) indenyl) ]- 
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zirconium dichloride 

dimethylsilanediylbisl l-(2-inethyl-4-(isoquinolyl)indenyl) ]- 
zirconium dichloride 

diinethylsilanediylbis [ 1- { 2-methyl-4- ( N-methyltriazolyl ) indenyl ) ]- 

5 zirconitun dichloride 

diinethylsilanediylbis [ 1- { 2-inethyl-4- (N-lnethyl-2-iJnidazolyl)- 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- (N-methyl-2-ben2oimidazolyl) - 
indenyl ) ) zirconium dichloride 

dimethy Isilanediylbis [ 1- ( 2-methyl-4-buty lindenyl ) ] zirconium 
dichloride 

dimethy isilanediylbis [ 1- { 2-methyl-4-cyclohexylindenyl ) ] zirconium 

dichloride ... 
15 dimethylsilanediylbis ( 1- { 2-methyl-4-isopropy lindenyl ) 1 zirconium 

dichloride . 
dimethylsilanediylbis (l-(2-raethyl-4-benzylindenyl) Jzirconium 

dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4-isobutylindenyl ) J zirconium 
20 dichloride 

dimethy Is ilanediy Ibis ( l-{2-methy 1-4- (hex-l-en-6-yl) indenyl) ]- 

zirconium dichloride 

dimethyls ilanediylbis 1 1- ( 2-methy 1-4- ( hex-l-en-l-yl ) indenyl ) 1 - 

25 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4-vinylindenyl ) 1 zirconium 

dichloride , •, i 

dimethylsilanediylbis [ 1- ( 2-methy 1-4- ( 2-trimethylsilylethen-l- 

yl ) indenyl ) 1 zirconium dichloride 
30 dimethylsilanediylbis [ 1- ( 2-methy 1-4-- ( 2-pheny lethyn-l-yl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2--methyl-4- ( 2-tert-butylethyn-l-yl)- 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis I l-( 2-methyl-4-allylindenyl)] zirconium 

35 dichloride , , ^v. i 

dimethylsilanediylbis [ 1- ( 2-methy 1-4- ( 2-trimethylsxlylethyn-l- 

yl) indenyl) Jzirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2-phenylethen-l-yl ) - 
indenyl) ] zirconium dichloride 

40 

dimethylsilanediylbis [ 1- ( 2-methyl-4- (diphenylphosphxnO- 
indenyl) Jzirconium dichloride 
. dimethylsilanediylbis[l-(2-methyl-4-(dibutylphosphano)xndenyl)l- 

zirconium dichloride . . j i x t 

45 dimethylsilanediylbis [ 1- ( 2-methy 1-4- (dimethy Iphosphino) indenyl) ]- 

zirconium dichloride 
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dimethylsilanediylbis 1 1- ( 2-ethyl-4-phenylindenyl ) 1 zirconium - 
dichloride 

dimethylsilanediy Ibis 1 1- ( 2-ethyl-4- ( 1-naphthyl ) indenyl) 1 zxrconium 
dichloride 

5 dimethylsilanediy Ibis [ 1- ( 2-ethyl-4- ( 2-naphthyl ) indenyl ) ] zrrconium 
dichloride 

dimethylsilanediylbis[ l-(2-ethyl-4-(4-inet:hylphenyl)indenyl) J- 

zirconiim dichloride 
10 dimethylsilanediylbis [ 1- ( 2-et:hyl-4- ( 3-ntethylphenyl ) indenyl ) ]- 

zirconiiun dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2-methylphenyl) indenyl) 1- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 4-ethylphenyl) indenyl ) }- 

15 zirconium dichloride 

dimethylsilanediylbis ( l-(2-ethyl-4-{ 3-ethylphenyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis [ l-(2-ethyl-4- ( 2-ethylphenyl) indenyl) ]- 

zirconium dichloride 
20 dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 4-butylphenyl) indenyl) J- 

zirconium dichloride ^ . ^ , * , 

dimethylsilanediylbis [ 1- ( 2-ethyl-4 - ( 4-isopropylphenyl ) indenyl ) )- 

zirconium dichloride , . ^ -i * , 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 3-isopropylphenyl ) indenyl ) 1- 

25 zirconium dichloride , - ^ •« » , 

diinethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2-isopropylphenyl ) indenyl) )- 

zirconium dichloride , . - ^ t * -, 

dimethylsilanediylbis [ l-( 2-ethyl-4- ( 4-tert-butylphenyl ) indenyl) 1- 

zirconium dichloride , . n * t 

30 dimethylsilanediylbisc l-(2-ethyl-4-(3-tert-butylphenyl)indenyl) ]- 

zirconium dichloride , - ^ i % , 

dimethylsilanediylbis 1 1- ( 2-ethy 1-4- ( 4-cyclohexy Ipheny 1 ) indenyl ) J - 

zirconium dichloride , . ^ i x , 

dimethylsilanediylbis ( 1- ( 2-ethyl-4- ( 3-cyclohexylphenyl ) indenyl ) J- 

35 zirconium dichloride . , , iv 

dimethylsilanediylbis! l-(2-ethyl-4-(4-triisopropylsilylphenyl)- 

indenyl) 1 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 4-biphenyl ) indenyl ) 1 zirconium 
dichloride 

40 dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 3-bipheny 1 ) indenyl ) 1 zirconium 

dichloride . ^ , . , . 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2-biphenyl ) indenyl ) ) zirconium 

dichloride . ^ . . ^ 

dimethylsilanediylbis 1 1- ( 2-ethyl-4- ( 4-biphenyl ) indenyl ) ] zirconium 

45 dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 4-styryl ) indenyl ) 1 zirconium 
dichloride 



m 
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dimethylsilanediylbisl l-(2-ethyl-4-( 3-styryl)indenyl) l zirconium 
dichloride 

dimethyls ilanediy Ibis [ 1- ( 2-e1:hyl-4- ( 2-styry 1 ) indenyl ) ] zxrconium 
dichloride 

5 diinethylsilanediylbis[l-(2-ethyl-4-(9-anthracenyl) indenyl) ]- 
zirconium dichloride 

dimethyls ilanediy Ibis [ 1- ( 2-ethyl-4-{ 9-phenanthrenyl) indenyl) 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 4-methyl-l-naphthyl ) - 
10 indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4~ ( 2-methyl-l-naphthyl)- 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2 , 4-dimethy Iphenyl ) indenyl ) ] - 

15 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2 . 3 -dimethy Iphenyl ) indenyl ) J- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 3 , 5-dimethy Iphenyl ) indenyl ) 1- 
zirconium dichloride 
20 dimethylsilanediylbis [ 1- (2-ethyl-4- ( 3 , 4-diinethylphenyl) indenyl) 1 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2 , 6-diinethylphenyl ) indenyl ) 1 

zirconium dichloride 

diniethylsilanediylbis[ l-{2-ethyl-4-(2,3, 4-trimethylphenyl)- 

25 indenyl) ] zirconium dichloride. 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- (3,4, 5-triinethylphenyl)- 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- (2,4, 5-trimethy Iphenyl ) - 
indenyl ) ] zirconium dichloride 
30 dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2,3, 4-trimethy Iphenyl ) - 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-ethyl-4-mesitylindenyl ) 1 zirconium 

dichloride , / ^ -i » , 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 3 , 5-diphenylphenyl) indenyl) ] 

35 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 3 , 5-diisopropy iphenyl ) - 

indenyl)] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 4 -methoxyphenyl) indenyl) ]- 

40 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 3-methoxyphenyl) indenyl) )- 

zirconium dichloride 

dimethy Isilanediy Ibis 1 1-( 2-ethy 1-4- (2-methoxyphenyl) indenyl) ]- 

zirconium dichloride 
45 dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2 , 4-dimethoxyphenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- (2-ethy 1-4- ( 3 , 5-dimethoxyphenyl )- 
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indenyl) jzirconitim dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 3 , 4-dimet:hoxyphenyl )- 
indenyl) 1 zirconium dichloride 

dimethy isilanediylbis [ 1- ( 2-ethyl-4- (3,4, S-trimethoxyphenyl ) - 
5 indenyl) J zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2,4, 6-triinethoxyphenyl ) - 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ l-( 2-ethy 1-4- (4-phenoxyphenyl) indenyl) ]- 

zirconium dichloride 
10 dimethylsilanediylbis [ 1- ( 2-n-propyl-4-phenylindenyl ) ] zirconium 

dichloride 

dimethylsilanediylbis 1 1- { 2-n-propyl-4-naphthylindenyl ) 1 zxrconium 
dichloride 

dimethylsilanediylbis [ 1- ( 2-n-propyl-4- ( 4-tert-butylphenyl ) - 
15 indenyl) 1 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-n-propyl-4-p-tolylindenyl ) 1 zirconium 

dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 4-isopropoxyphenyl ) indenyl ) ] • 
zirconium dichloride 

20 

dimethylsilanediylbis [ i.(2-ethyl-4-(4-fluorophenyl) indenyl) ]- 
zirconium dichloride 

diinethylsilanediylbis[ l-(2-ethyl-4-(3-fluorophenyl)indenyl) 1- 

zirconium dichloride 
25 dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2 , 4-di£luorophenyl ) indenyl ) 1 

zirconium dichloride ^ 
dimethylsilanediylbis [ 1- ( 2-ethyl-4-( 3 , 5-difluorophenyl) indenyl) J 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- (2,3,5, 6-tetra£luoro-4 -methyl 
30 phenyl ) indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 4-N, N-dimethylaminophenyl)- 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 3-N , N-dimethylaminophenyl ) - 
35 indenyl) ] zirconium dichloride 

dimethylsilanediylbis ( i-( 2-ethyl-4-( 2-N,N-dimethylaminophenyl)- 
indenyl ) ] zirconium dichloride 

dimethyls ilanediylbis [ 1- ( 2-ethyl-4- ( 4- ( 1-pyrrolidino ) phenyl ) - 
indenyl) ] zirconium dichloride 
40 dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 4- ( 1-piperidino ) phenyl ) - 
indenyl) 1 zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-ethyl-4- ( 4-tri£luoromethylphenyl ) - 
indenyl) ) zirconium dichloride 
45 dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 3-trif luoromethylphenyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2 -tr if luoromethylphenyl ) - 
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indenyl ) ] zirconium dichloride 

diiaethylsilanediy Ibis [ 1- ( 2-ethyl-4- ( 3 , 5-bis ( trif luoromethyl ) - 
phenyl) indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-et:hyl-4- ( 2 , 4-bis ( trif luororaethyl ) - 
5 phenyl ) indenyl ) 1 zirconium dichloride 

dimethylsilanediylbis [ 1- { 2-ethyl-4- ( S-trif luoromethoxyphenyl ) - 
indenyl) 1 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2-el:hyl-4-t:rif luoromethoxy- 
phenyl ) indenyl ) ] zirconium dichloride 
10 dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 4-pentaf luoroethylphenyD- 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-ethyl-4- ( 4-thioanisylphenyl ) indenyl) 1- 

zirconium dichloride 
15 dimethylsilanediylbis [ l-( 2-ethy 1-4- (3-thioanisylphenyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2-thioanisylphenyl ) indenyl ) ]- 
zirconium dichloride 

20 dimethylsilanediylbis [ l-( 2-ethy 1-4- (2-pyridyl) indenyl) ] zirconium 

dichloride , . . 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 3-pyridyl ) indenyl) J zxrconxum 

dichloride . . 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 4-pyridyl ) indenyl ) ] zxrconxum 

25 dichloride . , . ^ , . , 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2-pyrimrdyl ) indenyl ) \- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2-f uryl ) indenyl) ] zirconium 
dichloride 

30 dimethylsilanediylbis [ 1- < 2-ethy 1-4- ( 3-f uryl ) indenyl ) ] zirconium 

dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 5-methyl-2-f uryl ) indenyl) )- 

zirconium dichloride 

dimethylsilanediylbis [ 1- (2-ethy 1-4- ( 2-benzof uryl) indenyl) )- 

35 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2-thibpheny 1 ) indenyl ) )- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 3-thiophenyl ) indenyl ) \- 
zirconium dichloride 
40 dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 5-methyl-2-thiophenyl )- 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ l-( 2-ethy 1-4- ( 5-isobutyl-2-thiophenyl)- 
indenyl) J zirconium dichloride 

45 dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2-ben2othiophenyl) indenyl) )- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2-thiazolyl ) indenyl)-)- 
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zixconiuin dichloride 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 2-benzo1:hiazolyl) indenyl) ]- 
zirconium dichloride 

dimethylsilanediylbis [ 1- { 2-ethyl-4- ( 2-oxazolyl ) indenyl ) J zirconium 
5 dichloride 

dimethylsilanediylbis ( 1- ( 2-ethyl-4- ( N-methyl-2-pyrrolyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-ethyl-4-(N-methyl-3-pyrrolyl)- 
indenyl) ] zirconium dichloride 
10 dimethylsilanediylbis ( 1- ( 2-ethyl-4- ( 2-quinolyl ) indenyl ) 1 zirconium 
dichloride 

dimethyls ilanediy Ibis [ 1- ( 2-ethy 1-4- ( 3-quinoly 1 ) indenyl ) 1 zirconium 
dichloride 

dimethylsilanediylbis I l-( 2-ethy 1-4- (isoquinolyl) indenyl) J- 

15 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- (N-methyltriazole ) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis ( 1- { 2-ethy 1-4- (N-methyl-2-imidazolyl) - 
. indenyl) 1 zirconium dichloride 
20 dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( N-methy 1-2-benzoimidazolyl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4-butylindenyl) ] zirconium 
dichloride 

25 dimethylsilanediylbis [ 1- ( 2-ethyl-4-cyclohexylindenyl ) 1 zirconium 
dichloride 

dimethyls ilanediy Ibis ( l-( 2-ethy 1-4-isopropylindenyl) ] zirconium 

dichloride 

dimethy Is ilanediy Ibis [ l-( 2-ethy l-4-benzylindenyl) 1 zirconium 
30 dichloride 

dimethylsilanediylbis! l-( 2-ethy 1-4-isobutylindenyl) j zirconium 
dichloride 

dimethylsilanediylbis [l-(2-ethy l-4-(hex-l-en-6-yl)indenyl)l- 

35 zirconium dichloride 

dimethylsilanediylbis [ 1- { 2-ethy 1-4- ( hex-l-en-l-yl ) indenyl ) J- 

zirconium dichloride 

dimethyls ilanediy Ibis [ 1- ( 2-ethyl-4-vinylindenyl ) ] zirconium 
dichloride 

40 dimethylsilanediylbis I l-( 2-ethy 1-4- (2-trimethylsilyle1:hen-l-yl)- 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2-phenylethyn-l-yl ) indenyl) ]- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4- ( 2-tert-butylethyn-l-yl ) - 
45 indenyl) 1 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-ethy 1-4-allylindenyl ) ] zirconium 

dichloride 
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dimethylsilanediylbis ( 1- ( 2-ethyl-4- ( a-triinethylsilylethyn-l-yl)-- 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-et:hyl-4- ( 2-phenylet:hen-I-yl ) indenyl) ]- 
zirconium dichloride 

5 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( diphenylphosphino ) indenyl ) 1 - 
zirconium dichloride 

dimethylsilanediylbis [ l-{ 2-ethy 1-4- (dibutylphosphino) indenyl) ]- 

zirconium dichloride 
10 dimethyls ilanediy Ibis [ 1- ( 2-ethy 1-4- ( dimethylphosphino ) indenyl ) 1 - 
zirconium dichloride 

dimethylsilanediylbis! l-(2-isopropyl-4-phenylindenyl) ] zirconium 
dichloride 

15 dimethylsilanediylbis [ 1- ( 2-isopropyl-4-( 1-naphthyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-isopropy 1-4- < 2-naphthyl ) indenyl ) 1 - 
zirconium dichloride 

dimethyls ilanediylbis [ 1- ( 2-isopropy 1-4- < 4-methylphenyl ) indenyl ) 1 
20 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-isopropy 1-4- < 3 , 5-dimethylphenyl )- 
indenyl) ] zirconium dichloride 

dimethyls ilanediy Ibis [l-( 2-isopropy 1-4- ( 4 -trifluoromethylphenyl) 

indenyl ) ] zirconium dichloride 
25 dimethylsilanediylbis [ 1- ( 2-isopropy 1-4- ( 3 , 5-bis ( tr if luoromethy 1 ) 
phenyl ) indenyl ) ) zirconium dichloride 

dimethylsilanediylbis! l-(2-isopropyl-4- ( 4-methoxyphenyl)- 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-isopropyl-4- ( 2- fury 1 ) indenyl ) I - 

30 zirconium dichloride 

dimethylsilanediylbis! l-(2-isopropyl-4-(2-pyridyl)indenyl) ]- 

zirconium dichloride 

dimethyls ilanediylbis ! 1- ( 2-isopropy 1-4- ( 2-thiophenyl ) indenyl ) ]- 
zirconium dichloride 
35 dimethylsilanediylbis 1 1- ( 2-isopropy 1-4- (2-oxazolyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis! l-{2-isopropyl-4-allylindenyl) ] zirconium 
dichloride 

dimethylsilanediylbis 1 1- ( 2-isopropy 1-4-cyclohexylindenyl ) ] - 
40 zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2 , 4-diisopropylindenyl ) ] zirconium 

dichloride 

dimethyls ilanediylbis ! 1- ( 2-isopropyl-4-butylindenyl ) J zirconium 
dichloride 

45 dimethylsilanediylbis! l-(2-isopropyl-4-benzylindenyl) ] zirconium 

dichloride 

dimethylsilanediylbis 1 1- { 2-isopropy 1-4- ( hex-l-en-6-yl ) indenyl ) ) 
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zirconium dichloride 

dimethy Isilanediylbis [ 1- ( 2-isopropyl-4- ( hex-l-en-l-yl ) indenyl ) ]- 
zirconium dichloride 

dimethylsilanediylbis 1 1-( 2-isopropyl-4-vinylindenyl) J zirconium 
5 dichloride 

dimethylsilanediylbis [ 1- ( 2-isopropyl-4- ( 2-t:rimethylsilylethen-l- 
yl ) indenyl ) ] zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-isopropyl-4- ( 2-phenylethyn-l-yl )- 
indenyl ) ] zirconium dichloride 
10 dimethylsilanediylbis [ i-(2-isopropyl-4-(2-tert-butylethyn-l-yl)- 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-isobutyl-4-phenylindenyl ) J zirconium 
dichloride 

15 dimethylsilanediylbis £l-(2-isobutyl-4-(l-naphthyl) indenyl) ]- 
zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-isobutyl-4- ( 2-naphthyl ) indenyl) ]- 
zirconium dichloride 

dimethylsilanediylbis [ 1- { 2-isobutyl-4- ( 4-methylphenyl ) indenyl) ]- 

20 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-isobutyl-4- ( 3 , 5-dimethylphenyl ) - 

indenyl ) J zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-isobutyl-4- ( 4-tr if luoromethylphenyl )- 
indenyl) ] zirconium dichloride 
25 dimethylsilanediylbis [ l-( 2-isobutyl-4- ( 3 , 5-bis { trif luoromethyD- 
phenyl ) indenyl ) ] zirconium dichloride 

dimethylsilanediylbis ( 1- ( 2-isobutyl-4- ( 4-methoxyphenyl ) indenyl ) ]- 
zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-isobutyl-4- ( 2-f uryl ) indenyl ) ] zirconium 
30 dichloride 

dimethylsilanediylbis [ 1- ( 2-isobutyl-4- ( 2-pyridyl ) indenyl ) ]- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-isobutyl-4- { 2-thiophenyl ) indenyl ) ]- 

zirconium dichloride 
35 dimethylsilanediylbis I l-(2-isobutyl-4-(2-oxazolyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis [ l-(2-isobutyl-4-allylindenyl) ) zirconium 
dichloride 

dimethylsilanediylbis [ l-(2-isobutyl-4-cyclohexylindenyl) ]- 

40 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2 , 4-diisobutylindenyl ) ] zirconium 

dichloride 

dimethylsilanediylbis [ l- (2-isobutyl-4-butylindenyl) ] zirconium 

dichloride 

45 dimethylsilanediylbis [ 1- ( 2-isobuty 1-4-benzylindenyl ) ] zirconium 
dichloride 

dimethylsilanediylbis [ 1- ( 2-isobutyl-4- ( hex- l-en-6-yl ) indenyl ) J- 
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zirconium dichloz'icie 

dimethylsilanediylbis [ 1- ( 2-isobutyl-4- ( hex-l-en-l-yl ) indenyl ) 1 - 

zlrconitim dichloride 

dimethy isilanediylbis [ 1- ( 2-isobutyl-4-viny lindenyl ) ] zirconium 
5 dichloride 

dimethylsilanediylbis [ 1- ( 2-isobutyl-4- {2-triinethylsilylethen-l- 
yl ) indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-isobutyl-4- ( 2-phenyiethyn-l-yl) - 
indenyl) ] zirconium dichloride 
10 dimethylsilanediylbis ( 1- ( 2-isobutyl-4-( 2-tert-butylethyn-l-yl)- 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis I l-(2-trifluoromethyl-4-phenylindenyl) 1- 

zirconium dichloride 
15 dimethylsilanediylbis [ l-.( 2-tri£luoromethyl-4- ( 1-naphthyl ) - 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-trif luoromethyl-4- ( 2-naphthyl )- 
indenyl ) J zirconium dichloride 

dimethylsilanediylbis 1 1- { 2-trif luoromethyl-4- ( 4-methylphenyl ) - 
20 indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-trif luoromethyl-4- ( 3 , 5-dimethyl- 
phenyl ) indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-trif luoromethyl-4- ( 4-trif luoromethyl- 
phenyl)indenyl) Jzirconium dichloride 
25 dimethylsilanediylbis I 1- ( 2-trif luoromethyl-4- ( 3 , 5-bis ( trxf luoro- 
methyl > phenyl) indenyl )] zirconium dichloride 

dimethy isilanediylbis 11- (2-trif luoromethyl-4- (4-methoxyphenyl )- 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- < 2-trif luoromethyl-4- ( 2-f uryl ) indenyl) 1- 

30 zirconium dichloride 

dimethylsilanediylbis [ l-{2-trif luoromethyl-4-(2-pyridyl)- 

indenyl)] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-trif luoromethyl-4- ( 2-thiophenyl ) - 

indenyl) ] zirconium dichloride 
35 dimethylsilanediylbis(l-(2-trifluoromethyl-4-(2-oxazolyl)- 

indenyl ) ] zirconium dichloride 

dimethylsilanediylbis 1 1-( 2-trif luoromethyl-4-allylindenyl) \- 
zirconium dichloride 

dimethylsilanediylbis [ 1- { 2-trif luoromethyl-4-cyclohexylindenyl ) J- 

40 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2 , 4-bis ( trifluoromethy lindenyl ) 1- 

zirconium dichloride 

dimethylsilanediylbis [l-(2-tri£luoromethyl-4-butylindenyl) ]- 

zirconium dichloride 
45 dimethylsilanediylbis [ l-( 2-trif luoromethyl-4-benzylindenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis! l-( 2-trif luoromethyl-4- {hex-l-en-6-yl)- 
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indenyl) ] zirconium dichloride 

dimethy isilanediylbis [ 1- ( 2-t:r if luoroinethyl-4- ( hex-l-en-l-yl ) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbist l-(2-trifluoromethyl"4-vinylindenyl) J- 

5 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-trif luoromethyl-4- ( 2-trime1:hylsilyl- 
ethen- 1-y 1 ) indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-trif luorome1:hyl-4- ( 2-phenylethyn-l- 
yl ) indenyl ) ] zirconium dichloride 
10 dimethylsilanediylbis [ 1- ( 2-tr if luoromethy 1-4- ( 2-tert:-butylet:hyn- 
1-yl ) indenyl ) J zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2 , 5-dimethyl-4-phenylindenyl ) ] zirconium 
dichloride 

15 dimethy Isilanediy Ibis [ l-( 2, 7-dimethy l-4«phenylindenyl )] zirconium 
dichloride 

dimethylsilanediylbis [ 1- ( 2 , 6-dimethy 1-4-pheny lindenyl ) ] zirconium 

dichloride 

dimethylsilanediylbis[ l-(2,6-dimethyl-4-(l-napht:hyl)indenyl) ]- 

20 zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2 , 6-diinethyl-4- ( 2-napht:hyl > indenyl ) 1 - 

zirconium dichloride 

dimethylsilanediylbis ( 1- ( 2 , 6-dimethyl-4- ( 4-methylphenyl ) - 
indenyl) 1 zirconium dichloride 
25 dimethylsilanediylbis [ 1- ( 2 , 6-dimethyl-4- ( 4-methoxyphenyl) - 
indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2 , 6-dimethyl-4- ( 2-pyridyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediy Ibis [ l-( 2, 7-dimethy 1-4- (l-naphthyl) indenyl) 1- 

30 zirconium dichloride 

dimethy isilanediy Ibis ( l-( 2, 7-dimethy 1-4- (2-naphthyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediy Ibis [ l-( 2, 7-dimethy 1-4- (2-pyridyl) indenyl) 1- 
zirconium dichloride 

35 

dimethylsilanediylbis [ l-(2-methyl-6-methoxy-4-phenylindenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-methyl-4 , 6-diphenylindenyl ) 1 zirconium 
dichloride 

40 dimethylsilanediylbis [ 1- ( 2-ethyl-4 , 6-diphenylindenyl ) ] zxrconxum 

dichloride , . ^ , . , 

dimethylsilanediylbis [ 1- ( 2-cyclohexyl-5-methyl-4-phenylindenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis I l-(2-methyl-6-vinyl-4-phenylindenyl) ]- 

45 zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-methyl-6-ben2yl-4-naphthylindenyl ) J- 

zirconium dichloride 
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dixtiethylsilanediylbis [ 1- ( 2-el:hyl-5-methyl-4- ( 3 , S-dixnethylphenyl- 
indenyl) 1 zirconium dichloride 

dimethy Isilanediylbis [ 1- { 2^phenyl-4-phenylindeny 1 ) 1 zirconium 
5 dichloride 

dimethylsilanediy Ibis [ 1- ( 2-phenyl-4- ( l-naphthyl ) indenyl ) 1- 
zirconium dichloride 

dimethy Isilanediylbis [ 1- ( 2-phenyl-4- ( 2-naph1:hyl ) indenyl ) 1- 

zirconium dichloride 
10 dimethylsilanediy Ibis [ i- ( 2-pheny 1-4- (4-methylphenyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediy Ibis 1 1- ( 2-phenyl-4- ( 3 , 5-dimethylphenyl)- 
indenyl) 1 zirconium dichloride 

dimethylsilanediy lbisIl-(2-phenyl-4-(4-trifluoromethylphenyl)- 

15 indenyl) 1 zirconium dichloride 

dimethylsilanediy Ibis [ 1- ( 2-phenyl-4- (3 , 5-bis ( trif luororoethyl)- 
phenyl)indenyl) ] zirconium dichloride 
• dimethy Isilanediylbis [ 1- ( 2-phenyl-4- ( 4 -methoxy phenyl ) indenyl ) 1 - 
zirconium dichloride 

20 dimethylsilanediy Ibis ( 1- ( 2-phenyl-4- ( 2-f ury 1 ) indenyl ) J zirconium 

dichloride 

dimethylsilanediy Ibis [ 1- ( 2-phenyl-4- ( 2-pyridy 1 ) indenyl ) ] zxrconxum 
dichloride 

dimethylsilanediy Ibis [ 1- ( 2-phenyl-4- ( 2-thiophenyl ) indenyl ) ]- 
25 zirconium dichloride 

dimethylsilanediy Ibis [ 1- ( 2-phenyl-4- ( 2-oxa2olyl ) indenyl ) ] - 

zirconium dichloride 

dimethylsilanediy Ibis [ l-(2-phenyl-4-allylindenyl) J zirconium 
dichloride 

30 dimethylsilanediy Ibis [ 1- ( 2-phenyl-4-cyclohexylindenyl ) J zirconium 
dichloride 

dimethylsilanediy Ibis [ 1- ( 2 , 4-diphenylindenyl ) J zirconium 

dichloride 

dimethylsilanediy Ibis [ 1- ( 2-phenyl-4-buty lindeny 1 ) ] zirconium 
35 dichloride 

dimethyls ilanediy Ibis [ 1- ( 2-pheny 1-4-benzylindeny 1 ) 1 zirconium 
dichloride 

dimethyls ilanediy Ibis [ 1- ( 2-pheny 1-4- ( hex-l-en-6-yl ) indenyl ) 1- 

zirconium dichloride 
40 dimethyls ilanediy Ibis [ i-(2-phenyl-4-(hex-l-en-l-yl)indenyl) ]- 

zirconium dichloride 

dimethylsilanediy Ibis [ 1- ( 2-pheny 1-4 -viny lindeny 1 ) ] zirconium 
dichloride 

dimethylsilanediy Ibis [ 1- ( 2-pheny 1-4- ( 2-trimethylsilylethen-l-yl) - 

45 indenyl) ] zirconium dichloride 

dimethylsilanediy Ibis [ 1- ( 2-phenyl-4- (2-pheny lethyn-l-yl)- 
indenyl) ] zirconium dichloride 
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diinethylsilanediylbis[ l-(2-phenyl-4-(2-tert-butylethyn-l-yl)- - 
indenyl) 1 zirconium dichloride 

dimethy isilanediylbis [ 1- ( 2-cyclohexyl-4-phenylindenyl ) ] zirconium 
5 dichloride 

dimethylsilanediylbis [ l- (2-cyclohexyl-4-( l-naphthyl) indenyl) ]- 
zirconium dichloride 

dimethylsilanediylbis ( l-(2-cyclohexyl-4-(2-naphthyl) indenyl) ]- 

zirconium dichloride 
10 dimethylsilanediylbis 1 1- ( 2-cyclohexyl-4- ( 4-methylpheny 1 ) - 

indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-cyclohexy 1-4- ( 3 , 5-dimethylphenyl ) - 
indenyl ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-cyclohexy 1-4- ( 4-trif luoromethyl- 
15 phenyl ) indenyl ) ] zirconium dichloride 

dimethylsilanediylbis ( 1- ( 2-cyclohexy 1-4- ( 3 , 5-bis ( trif luoro- 
methylji phenyl) indenyl) ] zirconium dichloride 
dimethylsilanediylbis [ 1- ( 2-cyclohexy 1-4- ( 4-methoxyphenyl ) - 

indenyl) ]zirconivun dichloride 
20 dimethylsilanediy Ibis (l-< 2-cyclohexy 1-4- (2-furyl) indenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-cyclohexy 1-4- ( 2-pyridyl ) indenyl ) ] - 
zirconium dichloride 

dimethylsilanediylbis 1 1- ( 2-cyclohexy 1-4- ( 2-thiophenyl ) indenyl) ]- 

25 zirconium dichloride 

dimethylsilanediylbis! l-(2-cyclohexyl-4-(2-oxazolyl)indenyl) J- 

zirconium dichloride 

dimethylsilanediylbis [ l-(2-cyclohexyl-4-allylindenyl) ] zirconium 
dichloride 

30 dimethylsilanediylbis [ l-( 2-cyclohexy 1-4-cyclohexylindenyl) ]- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2 , 4-dicyclohexy lindenyl ) ] zirconium 
dichloride 

dimethylsilanediylbis [ 1- ( 2 -eye lohexyl- 4 -buty lindenyl ) ] zirconium 
35 dichloride 

dimethylsilanediylbis [ 1- ( 2-cyclohexy 1-4-benzylindenyl ) 1 zirconium 
dichloride 

dimethylsilanediylbis [ 1- ( 2-cyclohexy 1-4- ( hex-l-en-6-yl ) indenyl ) J- 

zirconium dichloride 
40 dimethylsilanediylbis [ 1- ( 2-cyclohexy 1-4- ( hex-l-en-l-y 1 ) indenyl ) 

zirconium dichloride 

dimethylsilanediylbis 1 1-( 2-cyclohexy 1-4-vinylindenyl) 1 zirconium 
dichloride 

dimethylsilanediylbis [ 1- ( 2-cyclohexy 1-4- ( 2-trimethylsilylethen-l- 
45 yl ) indenyl )] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-cyclohexy 1-4- ( 2-pheny lethyn-l-yl ) - 
indenyl) ] zirconium dichloride 
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dimethylsilanediylbis [ 1- ( 2-cyclohexyl-4- ( 2-t:ert-butylet:hyn-l-ylJ - 
indeny 1 ) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4-phenylindenyl ) ] zirconium 
5 dichloride 

dimethyls ilanediylbis [ 1- ( 2-buty 1-4- ( 1-naphthyl ) indenyl) 1 zirconium 
dichloride 

dimethylsilanediylbis [1- ( 2-butyl-4- ( 2-naphthyl ) indenyl ) ] zirconium 
dichloride 

10 dimethylsilanediylbis [l-(2-butyl-4-{4-methylphenyl) indenyl) J- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4- ( 3 , 5-dimethylphenyl ) indenyl ) J- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4- ( 4-trif luoromethylphenylj- 
lB indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4- ( 3 , 5-bis { trif luor.omethyl)- 
phenyl) indenyl) ] zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4- ( 4-methoxyphenyl ) indenyl) ]- 
zirconium dichloride 
20 dimethylsilanediylbis [ 1- ( 2-butyl-4- ( 2-f uryl ) indenyl ) ] zirconium 

dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4- ( 2-pyridyl ) indenyl ) J zirconium 

dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4- ( 2-thiophenyl ) indenyl) ]- 
25 zirconium dichloride 

dimethyls ilanediylbis [ 1- ( 2-butyl-4- ( 2-oxazolyl ) indenyl ) 1 zirconium 

dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4-allylindenyl ) ] zirconium 
dichloride 

30 dimethylsilanediylbis! l-(2-butyl"4-cyclohexylindenyl) ] zirconium 
dichloride 

dimethylsilanediylbis [ 1- ( 2 , 4-dibutylindenyl ) ] zirconium dichloride 
dimethylsilanediylbis I l-(2-butyl-4-benzylindenyl) ] zirconium 

dichloride 

35 dimethylsilanediylbis[l-(2-butyl-4-(hex-l-en-6-yl)indenyl) J- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4' ( hex~l-en-l-yl ) indenyl) ]- 
zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-butyl-4-vinylindenyl ) 1 zirconium 
40 dichloride 

dimethylsilanediylbis [l-(2-butyl-4-(2-trimethylsilylethen-l-yl)- 
indenyl )] zirconium dichloride 

dimethyls ilanediylbis [ 1- ( 2-butyl-4- ( 2-phenylethyn-l-yl) indenyl) ]- 

zirconium dichloride 
45 dimethylsilanediylbis! l-{2-butyl-4-( 2-tert-buty lethyn-l-yl)- 

indenyl) ] zirconium dichloride 
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dimethylsilanediylbis [ l-( 2-inet:hyl-4-phenylindenyl ) ] dimethyl- - 
zirconium 

dimethylsilanediylbis [ 1- ( 2-methyl-4-pheny lindenyl ) 1 zirconium 
diethoxide 

5 dimethylsilanediylbis [ 1- ( 2-methyl-4-phenylindenyl ) ] zirconium 
diphenoxide 

dimethylsilanediylbis [ l-( 2-methyl-4-( 1-naphthyl) indenyl) Jr 
dimethylzirconium 

dimethylsilanediylbisIl-(2-methyl-4-{l-naphthyl)indenyl) ]- 

10 dibenzylzirconium 

dimethylsilanediylbis [ l-{ 2-methy 1-4- ( l-naphthyl)indenyl) 1- * 

zirconium bis ( dimethy lamide ) 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 2-naphthyl ) indenyl ) J- 

zirconium bis ( diethylamide ) 
15 dimethy Isilanediy Ibis [l-(2-methy 1-4- (pyridyl) indenyl) ]dimethyl- 

zirconium 

dimethylsilanediylbis [ 1- ( 2-methy 1-4- ( 3 , 5-bis ( tr if luoromethyl ) - 
phenyl) indenyl) ] dimethylzirconium 

dimethylsilanediylbis [ 1- ( 2-methyl-4- ( 3 , 5-bis ( trif luoromethyl) - 
20 phenyl ) indenyl )] zirconium dimethoxide 

dimethylsilanediylbis [ 1- ( 2-ethyl-4- ( 3 , 5-dimethylphenyl ) indenyl ) J- 
dimethylzirconium 

dimethylsilanediylbis [ l-{ 2 -dimethyl amino- 4 -phenyl indenyl) ]- 
25 dimethylzirconium 

dimethylsilanediylbis [ 1- ( 2-N-piperino-4-naphthylindenyl ) 1- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-triinethylsilyl-4-cyclohexylindenyl) J- 

dimethylzirconiuro 
30 dimethylsilanediylbis ( 1- ( 2-trimethylsilyloxy-4-phenylindenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2 , 6-dimethyl-4-phenylindenyl ) 1 zirconium 
dichloride 

dimethyls ilanediylbis [ l-(2-methy 1-4 , 6-diphenylindenyl) ] zirconium 
35 dichloride 

dimethylsilanediylbis ( l-(2 , 5-dimethyl-4-naphthylindenyl) ]- 

zirconium dichloride 

dimethylsilanediylbis [ 1- ( 2-cyclohexyl-6-methyl-4-phenylindenyl) ]- 
zirconium dichloride 
40 dimethylsilanediylbis ( 1- ( 2 , 5 , 6-trimethyl-4-phenylindenyl ) ]- 

zirconium dichloride 

dimethylsilanediylbis [ l-(2-isopropyl-5, 6-dif luoro-4-phenyl- 
indenyl ) ] zirconium dichloride 

45 1 , 2-ethanediylbis [ 1- ( 2-methyl-4-phenylindenyl ) ] zirconium 
dichloride 

1 , 2-ethanediylbis [ 1- ( 2-methyl-4-phenylindenyl ) ] dimethylzirconium 
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1 , 2-ethanediylbis [ 1- ( 2-met:hy 1-4- ( 1-naphthyl ) indenyl ) 1 zirconium . 
dichloride 

1 , 2-ethanediylbis [ 1- ( 2-inet:hyl-4- ( 2-naphthyl ) indenyl ) ] zirconium 
dichloride 

5 1 , 2-ethanediylbis [ 1- ( 2-ethy 1-4- ( 3 , 5-bis ( trif luoromethyl ) phenyl ) - 

indenyl) ] zirconium dichloride 

1 , 2-ethanediylbis [ 1- ( 2-butyl-4- ( 2-pyridyl ) indenyl ) ] zirconium 
dichloride 

1 , 2-ethanediylbis [ 1- ( 2-methyl-4- ( 2-f uryl ) indenyl ) ] zirconium 
10 dichloride 

1 , 2-ethanediylbis [ 1- ( 2-methyl-4- { 2-thiophenyl ) indenyl ) ] - 
zirconium dichloride 

1 , 2-ethanediylbis [ 1- { 2-isopropyl-4- ( 4-methoxyphenyl ) indenyl ) ]- 

zirconium dichloride 
15 1, 2-ethanediy Ibis [l-(2-methyl-4-(4-methylphenyl) indenyl)]- 

zirconium dichloride 

1 , 2-ethanediylbis [ 1- ( 2- is obuty 1-4 -phenyl indenyl ) ] zirconium 
dichloride 

1 , 2-ethanediylbis [ 1- ( 2-methyl-4- ( 3-dimethylaminophenyl ) indenyl ) ]- 
20 zirconium dichloride 

1 , 2-butanediylbis [ 1- ( 2-methyl-4-phenylindenyl ) ] zirconium 
dichloride 

1 , 2-butanediylbis [ 1- ( 2-methyl-4-phenylindenyl ) ] dimethyl zirconium 
25 1, 2-butanediylbis [ 1- ( 2-methy 1-4- ( 1-naphthy 1 ) indenyl ) ] zirconium 

dichloride 

1 , 2-butanediylbi5 [ 1- { 2-methyl-4- ( 2-naphthyl ) indenyl ) 1 zirconium 
dichloride 

1 , 2-butanediylbis [ 1- ( 2 -ethy 1-4- ( 3 , 5-bis ( tr if luoromethy 1 ) phenyl ) - 
30 indenyl) ] zirconium dichloride 

1 , 2-butanediylbis [ 1- ( 2-buty 1-4- ( 2-pyridyl ) indenyl ) ] zirconium 
dichloride 

1 , 2-butanediylbis [ 1- ( 2-methy 1-4- ( 2-f uryl ) indenyl ) ] zirconium 
dichloride 

35 1, 2-butanediy Ibis [l-(2-pheny 1-4- (2-thiophenyl) indenyl ) ]- 
zirconium dichloride 

1 , 2-butanediylbis 1 1- ( 2-isopropyl-4- ( 4-methoxyphenyl ) indenyl ) ] - 
zirconium dichloride 

l,2-butanediylbis[ l-(2,5-dimethyl-4-(4-methylphenyl)indenyl) ]- 

40 zirconium dichloride 

1 , 2-butanediylbis [ 1- ( 2-isobutyl-4-pheny lindenyl ) ] zirconium 

dichloride 

1 , 2-butanediylbis [ 1- ( 2-methy 1-4- ( 3-dimethylaminophenyl ) indenyl ) ] 
zirconium dichloride 

45 
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bis 1 2-met:hyl-4-phenylindenyl ) zirconium dichloride 
bis [ 2-met.hyl-4-phenylindenyl ] dimethyl zirconium 
bis 1 2-met:hyl-4- ( 1-naphthyl ) indenyl ] zirconium dichloride 
bis [ 2-methyl-4- ( 2-naphthyl ) indenyl ] zirconium dichloride 
5 bis [ 2-ethyl-4- ( 3 , 5-bis ( trif luoromethyl ) phenyl ) indenyl ] zirconium 
dichloride 

bis [ 2-butyl-4- ( 2-pyridyl ) indenyl ] zirconium dichloride 
bis [ 2-methyl-4- ( 2-f uryl ) indenyl ] zirconium dichloride 
bis [ 2-me1:hyl-4- ( 2-1:hiophenyl ) indenyl ] zirconium dichloride 
10 bis [ 2-isopropyl-4- ( 4-methoxyphenyl ) indenyl ] zirconium dichloride 
bis [ 2-methyl-4- ( 4-methylphenyl ) indenyl ] zirconium dichloride 
bis [ 2-isobut:yl-4-phenylindenyl ] zirconium dichloride 
bis [ 2-methyl-4- ( 3-dimethylaminopheny 1 ) indenyl ] zirconium 
dichloride 

15 bis[2-met:hyl-4-(3r5-dimethylphenyl>indenyl]zirconium dichloride 
bis [ 2-N-piperidino-4- { 3 , 5-dimethylphenyl ) indenyl ] zirconium 
dichloride 

[ 2-butyl-4- ( 2-pyridyl) indenyl Jcyclopentadienylzirconium 
20 dichloride 

1 2-ethyl-4- ( 3 , 5-bis ( trif luoromethyl ) phenylindeny 1 ]- [ 1-methyl- 
boratabenzene ] zirconium dichloride 

[ 2-met:hyl-4- { 3 , 5-dimethylphenyl ) indenyl ] f luorenylzirconium 

dichloride 

25 [ 2-isobutyl-4- ( 4-methoxypheny 1 ) indenyl ] - [ 2 -me thyl indenyl ]- 
zirconium dichloride 

[2-cyclohexyl-4-(3-fluorophenylindenyl]trimethylcyclopentadienyl- 
zirconiiun dichloride 

[ 2-phenyl-4- ( 3-dimethylaminophenylindenyl J-[ tert-butylmethyl- 
30 cyclopentadienyl ]zirconivim dichloride 

methylphenylsilanediy Ibis [ 1- ( 2-methy 1-4-phenylindenyl ) ] zirconium 
dichloride 

methylphenylsilanediy Ibis [ 1- ( 2-methy 1-4-phenylindenyl ) ] dimethy Izi 
35 rconium 

methylphenylsilanediy Ibis 1 1- ( 2-methyl-4- ( 1-naphthyl ) indenyl) ]- 
zirconium dichloride 

methylphenylsilanediy Ibis [ 1- ( 2-methyl-4- ( 2-naphthyl ) indenyl ) ]- 
zirconium dichloride 
40 methylphenyls ilanediylbis [ 1- ( 2-ethyl-4- ( 3 , 5-tr if luoromethyl ) - 
phenyl ) indenyl ) ] zirconium dichloride 

methy Ipheny isilanediylbis [ 1- ( 2-buty 1-4- ( 2 -pyridy 1 ) indenyl ) ] - 
zirconium dichloride 

methy Iphenylsilanediylbis [ 1- { 2-methyl-4- ( 2-f uryl ) indenyl ) 1 - 

45 zirconium dichloride 

methy Iphenylsilanediylbis [ 1- ( 2-methyl-4- ( 2-thiopheny 1 ) indenyl ) 1 - 

zirconium dichloride 
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methylpheny isilanediylbis [ 1- ( 2-isopropyl-4- ( 4-methoxyphenyl ) - . 
indeny 1 ) 1 zirconium dichloride 

methylphenylsilanediylbis [ 1- ( 2-methyl-4- ( 4-inethylphenyl) - 

indenyl) ] zirconium dichloride 
5 xnethyLphenylsilanediylbisI l-(2-isobutyl-4-phenylindenyl) ]- 

zirconium dichloride ^ 
methylphenylsilanediylbis 1 1- ( 2-methy 1-4- ( 3-dimethylaiiu.nopheiiyl)- 

indenyl) ] zirconium dichloride 

10 isopropylidenebis [ 1- ( 2-niethy 1-4-phenylindenyl ) ] zirconium 

dichloride . ^ , . • _ 

isopropylidenebis 1 1- ( 2-methy 1-4-phenylindenyl ) ] dxmethy Izxrconxum 
isopropylidenebis 1 1- { 2-methy 1-4- ( 1-naphthy 1 ) indenyl ) 1 zirconxum 
dichloride 

15 isopropylidenebis I 1- ( 2-methy 1-4- ( 2-naphthyl ) indenyl ) 1 zxrconium 

Sopropyt idenebis [ 1- ( 2-ethyl-4- ( 3 , 5-bis ( tr if luoromethy 1 ) phenyl ) - 
indenyl) 1 zirconium dichloride 

isopropylidenebis [ 1- ( 2-butyl-4- ( 2-pyr idyl ) indenyl ) ] zxrconium 

20 dichloride 

isopropylidenebis [ 1- ( 2-methy 1-4- ( 2-f uryl ) indenyl ) 1 zxrconxum 
? sopiopySdenebis [ 1- ( 2-methy 1-4- ( 2-thiopheny 1 ) indenyl ) 1 zirconium 
25 isopropySdenebistl-(2-isopropyl-4-(4-methoxyphenyl)indenyl) 1" 

zirconium dichloride , . . . , 

isopropylidenebis [ 1- { 2-methyl-4- ( 4-methylphenyl ) xndenyl ) 1- 

zirconium dichloride 

isopropylidenebis 1 1- ( 2-isobuty 1-4-phenylindenyl ) ] zxrconxum 

30 dichloride . ^ i . % i- 

isopropy lidenebis [ 1- ( 2-methy 1-4- ( 3-dimethylamxnophenyl ) xndenyl) ] 

zirconium dichloride 

dimethylsilanediy 1 [ 1- ( 2-methyl-4-pheny lindenyl ) 1 cyclopentadienyl- 

35 zirconium dichloride , ,o ,i 

dimethylsilanediyl[ l-(2-methyl-4-phenylindenyl) j-[ (l-( 2-methy 1 

indenyl) 1 zirconium dichloride . ^ •. -i^ 

dimethylsilanediyltl-(2-methyl-4-phenylindenyl)]trimethylcyclo- 

pentadienylzirconium dichloride w i 

40 dimethylsilanediyl[l-(2-methyl-4-phenylindenyl) ) - I tert-butyl 

methylcyclopentadienyl] zirconium dichlorxde 
dimethylsilanediy 1 1 1- ( 2-methyl-4-phenylindenyl ) ] f luorenyl- 

zirconium dichloride 

dimethylsilanediyl[l-{2-ethyl-4-naphthylindenyl)]tetramethyl- 

45 cyclopentadienylzirconium dichloride ^ 

dimethylsilanediyl [ 1- ( 2-methy 1-4- ( 3 , 5-bistrif luoromethyl)- 
indenyl) ] cyclopentadienylzirconium dichlorxde 
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dimethyls ilanediyl [ 1- ( 2-met:hy 1-4- ( 2-pyridyl ) indenyl ) ] tetramethyl- 
cyclopentadienylzixconium dichloride 

dimethylsilanediy 1 [ 1- ( 2-xaet:hyl-4- ( 2 , 4-dimethoxyphenyl ) indenyl ) 1 - 
[ l-methylboratabenzene J zirconium dichloride 

5 

dimethylgermanediylbis [ 1- ( 2-methyl-4-phenylindenyl ) ] zirconium 
dichloride 

dimethylgermanediylbis I 1- ( 2-methyl-4-phenylindenyl ) Jdimethyl- 
zirconium 

10 dimethylgermanediylbis [ 1- ( 2-methyl-4- ( 1-naphthyl) indenyl) ]- 
zirconium dichloride 

dimethylgermanediylbis [ 1- ( 2-'methyl-4- ( 2-naphthyl) indenyl) ]- 
zirconium dichloride 

dimethylgermanediylbis [ 1- ( 2-ethyl-4- ( 3 , 5-bis ( trif luoromethyl)- 
15 phenyl ) indenyl )] zirconium dichloride 

dimethylgermanediylbis [ 1- ( 2-buty 1-4- ( 2-pyridyl ) indenyl ) ] zirconium 
dichloride 

dimethylgermanediylbis [ 1- ( 2-methyl-4- ( 2-f uryl ) indenyl ) ] zirconium 
dichloride 

20 dimethylgermanediy Ibis [l-(2-methy 1-4- (2-thiophenyl) indenyl) 
zirconium dichloride 

dimethylgermanediylbis [ 1- ( 2-isopropyl-4- ( 4-methoxyphenyl ) - 
indenyl ) ] zirconium dichloride 

dimethylgermanediylbis [ 1- { 2-methyl-4- ( 4-methylphenyl ) indenyl ) ]- 

25 zirconium dichloride 

dimethylgermanediylbis [ l-(2-isobutyl-4-phenylindenyl) ] zirconium 

dichloride 

dimethylgermanediylbis [ 1- ( 2-methyl-4- ( 3-dimethylaminophenyl ) - 
indenyl ) ] zirconium dichloride 

Further examples are the titanocenes and hafnocenes corresponding 
to the zirconocenes listed above. 



30 



The metallocenes which can be prepared from indanones via indenes 
35 are highly active catalyst components for olefin polymerization. 
Depending on the substitution pattern of the ligands^ the 
metallocenes can be formed as a mixture of isomers. For the 
polymerization, the metallocenes are preferably used in 
isomer ically pure form. The use of the racemate is sufficient in 
40 most cases • 

However, it is also possible to use the pure enantiomer in the 
{+) or (-) form. An optically active polymer can be prepared 
using the pure enantiomers . However, the conf igurational isomers 
45 of the metallocenes should be separated off, since the 

polymerization-active center (the metal atom) in these compounds 
usually produces a polymer having different properties. For 
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certain applications, for example flexible moldings, this can be 
quite desirable. 

The present invention therefore also provides a process for 
5 preparing a polyolefin by polymerization of at least one olefin 
in the presence of a catalyst comprising at least one cocatalyst 
and at least one stereorigid metallocene compound of the formula 
I, For the purposes of the present invention, the term polymeri- 
zation encompasses both homopolymerization and copolymerization. 

10 . ... 

m the process of the present invention, preference is given to 

polymerizing one or more olefins of the formula r°-CH=CH-rP, where 

R« and rP are identical or different and are each a hydrogen atom 

or a hydrocarbon radical having from 1 to 20 carbon atoms, in 

15 particular from 1 to 10 carbon atoms, and R° and rP together with 
the atoms connecting them may form one or more rings. Examples of 
such olefins are 1-olefins having from 2 to 40 carbon atoms, 
preferably 2-10 carbon atoms, for example ethylene, propylene, 
1-butene, 1-pentene, 1-hexene, 4-methyl-l-pentene or 1-octene, 

20 styrene, dienes such as 1 , 3-butadiene , isoprene, 1 , 4-hexadiene or 
cyclic olefins such as norbornene or ethy lidenenorbornene - 
m the process of the present invention, preference is given to 
homopolymerizing ethylene or propylene or copolymerizing ethylene, 
with one or more cyclic olefins such as norbornene and/or one or 

25 more acyclic 1-olefins having from 3 to 20 carbon atoms, eg. 
propylene, and/or one or more dienes having from 4 to 20 carbon 
atoms, eg. 1 , 3-butadiene or 1, 4-hexadiene. Examples of such 
copolymers are ethylene-norbornene copolymers, ethylene-propylene 
copolymers and ethy lene-propylene-1, 4-hexadiene copolymers. 

The polymerization is preferably carried out at from -60 to 250''C, 
particularly preferably from 50 to 200-0. The pressure is 
preferably from 0.5 to 2000 bar, particularly preferably from 5 
to 64 bar. 

The polymerization can be carried out in solution, in bulk, in 
suspension or in the gas phase, continuously or batchwise, in one 
or more stages. Preferred embodiments are gas-phase and solution 
polymerization . 
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The catalyst used in the process of the present invention 
preferably comprises one metallocene compound. It is also 
possible to use mixtures of two or more metallocene compounds, 
eg. for preparing polyplefins having a broad or multimodal molar 
45 mass distribution. 
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in principle, suitable cocatalysts for the process of the present 
invention are all compounds which, owing to their Lewis acxdity, 
can convert the neutral metallocene into a cation and stabilize 
the latter ("labile coordination"). Furthermore, the catalyst or 
5 the anion formed therefrom should undergo no further reactions 
with the metallocene cation formed (EP 427 697). The cocatalyst 
used is preferably an almninum compound and/or a boron compound. 

The boron compound preferably has the formula R»xNH4_xBR'»4» 
10 R»xI'H4.xBR»>4, R"3CBR*>4 or BR^a, where x is from 1 to 4, preferably 
3, the radicals R^ are identical or different, preferably 
identical, and are Ci-Cio-alkyl or Ca-Cis-aryl or two radicals R» 
together with the atoms connecting them form a ring, and the 
radicals R" are identical or different, preferably identical, and 
15 are Cc-Cie-aryl which may be substituted by alkyl, haloalkyl or 
fluorine. In particular, R* is ethyl, propyl, butyl or phenyl and 
Rb is phenyl, pentaf luorophenyl, 3 , 5-bistrif luoromethylphenyl, 
mesityl, xylyl or tolyl (EP 277 003, EP 277 004 and EP 426 638). 

20 AS cocatalyst, preference is given to using an aluminum compound 
such as aluminoxane and/or an aluminum alkyl. 

The cocatalyst used is particularly preferably an aluminoxane, in 
particular of the formula C for the linear type and/or the 
25 formula D for the cyclic type. 
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where, in the formulae C and D, the radicals RC are identical or 
different and are each hydrogen or a Ci-Cjo-hydrocarbon group such 
as a Ci-Ci8-alkyl group, a Ce-Cis-aryl group or benzyl, and p xs an 
integer from 2 to 50, preferably from 10 to 35. 
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Preferably, the radicals R<= are identical and are hydrogen, 
methyl, isobutyl, phenyl or benzyl, particularly preferably 
methyl . 

5 If the radicals rc are different, they are preferably methyl and 
hydrogen or alternatively methyl and isobutyl, with hydrogen or 
isobutyl preferably being present in a numerical proportion of 
from 0.01 to 40% (of the radicals R^) . 

10 The methods of preparing the aluminoxanes are knovm. The precise 
spatial structure of the aluminoxanes is not known (J. Am- Chem. 
Soc. (1993) 115, 4971). For example, it is conceivable that 
chains and rings are joined to form larger two-dimensional or 
three-dimensional structures. 

15- • . 

Regardless of the method of preparation, all alumxnoxane 
solutions have in common a variable content of unreacted aluminum 
starting compound which is present in free form or as adduct. 

20 It is possible to preactivate the metallocene compound with a 
cocatalyst, in particular an aluminoxane, before use in the 
polymerization reaction. This significantly increases the 
polymerization activity. The preactivation of the metallocene 
compound is preferably carried out in solution. Here, the 

25 metallocene compound is preferably dissolved in a solution of the 
aluminoxane in an inert hydrocarbon. Suitable inert hydrocarbons 
are aliphatic or aromatic hydrocarbons. Preference is given to 
using toluene. 

30 The concentration of the aluminoxane in the solution is in the 
range from about 1% by weight to the saturation limit, preferably 
from 5 to 30% by weight, in each case based on the total amount 
of solution. The metallocene can be used in the same 
concentration but it is preferably used in an amount of from 10" 

35 to 1 mol per mol of aluminoxane. The preactivation time is from 
5 minutes to 60 hours, preferably from 5 to 60 minutes. The 
preactivation is carried out at from -78 to 100°C, preferably from 
0 to SO'C. 

40 The metallocene compound is preferably employed in a 

concentration, based on the transition metal, of from 10-3 to 
10-8 mol, preferably from 10-* to lO-' mol, of transition metal per 
dm3 of solvent or per dm3 of reactor volume. The aluminoxane is 
preferably used in a concentration of from 10-6 to lO-i mol, 

45 preferably from IQ-s to 10-2 ^ol, per dm3 of solvent or per dm3 of 
reactor volume. The other cocatalysts mentioned are used xn 
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approximately equimolar amounts to the metallocene compound. - 
However, higher concentrations are also possible in principle. 

The almninoxane can be prepared in various ways by known methods. 
5 one of the methods is, for example, reacting an aluminum- 
hydrocarbon compound and/or a hydridoaluminum-hydrocarbon 
compound with water (gaseous, solid, liquid or bound - for 
example as water of crystallization) in an inert solvent (for 
example toluene) . To prepare an aluminoxane having different 
10 radicals HP, for example, two different aluminum trialkyls 

corresponding to the desired composition are reacted with water. 

TO remove catalyst poisons present in the olefin, a purification 
step using an aluminum compound, preferably an aluminum alkyl 
15 such as trimethylaluminum or triethylaluminum, is advantageous. 
This purification can be carried out either in the polymerization 
system itself or the olefin is brought into contact with the 
aluminum compound and subsequently separated off again before 
addition to the polymerization system. 

AS molar mass regulator and/or to increase the catalyst activity, 
hydrogen can be added in the process of the present invention. 
This makes it possible to obtain low molecular weight polyolefxns 
such as waxes. 

in the process of the present invention, the metallocene compound 
is preferably reacted with the cocatalyst outside the 
polymerization reactor in a separate step using a suitable 
solvent, in this step, the catalyst can be applied to a support. 

in the process of the present invention, a prepolymerization can 
be carried out by means of the metallocene compound. The 
prepolymerization is preferably carried out using the (or one of 
the) olefin(s) used in the polymerization. 

The catalyst used in the process of the present invention can be 
supported. The application to a support enables, for example, the 
particle morphology of the polyolefin prepared to be controlled. 
Here, the metallocene compound can be reacted first with the 
40 support and subsequently with the cocatalyst. The cocatalyst can 
also be supported first and subsequently reacted with the 
metallocene compound. It is also possible to apply the reaction 
product of metallocene compound and cocatalyst to a support, 
suitable support materials are, for example, silica gels, 
45 aluminum oxides, solid aluminoxane or other inorganic support 
materials such as magnesium chloride. Another suitable support 
material is a polyolefin powder in finely divided form. The 
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supported cocatalyst can be prepared, for example, as described- 
in EP 567 952. 

preferably, the cocatalyst, eg. aliiminoxane , is applied to a 
5 support such as silica gels, aluminum oxides, solid aluminoxane, 
other inorganic support materials or else a polyolefin powder in 
finely divided form and then reacted with the metallocene. 

As inorganic supports, it is possible to use oxides which have 
10 been produced f lame-pyrolytically by combustion of element 

halides in a hydrogen/oxygen flame or can be prepared as silica 
gels having particular particle size distributions and particle 
shapes . 

15 The preparation. of the supported cocatalyst can be carried out, 
for example, as described in EP 578 838 in the following manner 
in a stainless steel reactor having an explosion-proof design 
with a pumped circulation system and a pressure rating of 60 bar, 
with inert gas supply, temperature control by means of jacket 

20 cooling and a second cooling circuit via a heat exchanger on the 
pumped circulation system. The pumped circulation system draws in 
the reactor contents via a connection in the bottom of the 
reactor by means of a pump and pushes it into a mixer and through 
a riser line via a heat exchanger back into the reactor. The 

25 mixer is configured such that in the inlet there is located a 
constricted tube cross section where the flow velocity is 
increased and into the turbulence zone of which there is 
introduced, axially and opposite to the flow direction, a thin 
feed line. through which, pulsed, a defined amount of water under 

30 4 0 bar of argon can be fed in. The reaction is monitored by means 
of a sampler on the pumped circulation system. 

However, other reactors are also suitable in principle. 

35 The above-described reactor having a volume of 16 dm3 is charged 
with 5 dm3 of decane under inert conditions. 0.5 dm^ (= 5.2 mol) 
of trimethylaluminum are added at 25°C. 250 g of silica gel 
SD 3216-30 (Grace AG), which have been dried beforehand at 120*"C 
in an argon-f luidized bed, are then introduced into the reactor 

40 through a solids funnel and are homogeneously distributed by 
. means of the stirrer and the pumped circulation system. A total 
amount of 76.5 g of water is added to the reactor in portions of 
0.1 cm? every 15 seconds over a period of 3.25 hours. The 
pressure, caused by the argon and the gases evolved, is kept 

45 constant at 10 bar by means of a pressure regulation valve. After 
all the water has been introduced, the pumped circulation system 
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is switched off and stirring is continued for another 5 hours -at 
25"'C. 

The supported cocatalyst prepared in this way is used as a 10% 
5 strength suspension in n-decane. The aluminum content is 

1.06 ramol of Al per cm3 of suspension. The isolated solid contains 
31% by weight of aluminum and the suspension medium contains 0.1% 
by weight of aluminum. 

10 Further possible ways of preparing a supported cocatalyst are 
described in EP 578 838. 

The metallocene of the present invention is then applied to the 
supported cocatalyst by stirring the dissolved metallocene with 
15 the supported cocatalyst. The solvent is removed and replaced by 
a hydrocarbon in which both cocatalyst and the metallocene are 
insoluble. 

The reaction to form the supported catalyst system is carried out 
20 at from -20 to +120"C, preferably from 0 to lOCC, particularly 
preferably from 15 to 40°C. The metallocene is reacted with the 
supported cocatalyst by combining the cocatalyst as a suspension 
having a concentration of from 1 to 40% by weight, preferably 
from 5 to 20% by weight, in an aliphatic, inert suspension medium 
25 such as n-decane, hexane, heptane or diesel oil with a solution 
of the metallocene in an inert solvent such as toluene, hexane, 
heptane or dichloromethane or with the finely milled solid 
metallocene. Conversely, a solution of the metallocene can also 
be reacted with the solid cocatalyst. 

30 

The reaction is carried out by intensive mixing, for example by 
stirring, at a molar Al/M^ ratio of from 100/1 to 10,000/1, 
preferably from 100/1 to 3000/1, and a reaction time of from 5 to 
120 minutes, preferably from 10 to 60 minutes, particularly 

35 preferably from 10 to 30 minutes, under inert conditions. During 
the reaction time for preparing the supported catalyst system, 
particularly when using the metallocenes of the present invention 
having absorption maxima in the visible region, changes occur in 
the color of the reaction mixture and these enable the progress 

40 of the reaction to be followed. 

After the reaction time has expired, the supernatant solution is 
separated off, for example by filtration or decantation. The 
remaining solid is washed from 1 to 5 times with an inert 
45 suspension medium such as toluene, n-decane, hexane, diesel oil 
or dichloromethane to remove soluble constituents in the catalyst 
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formed, in particular to remove unreacted and therefore soluble 
metallocene. 

The supported catalyst system prepared in this way can be 
5 resuspended as vacuum-dried powder or while still moist with 
solvent and metered into the polymerization system as a 
suspension in one of the abovementioned inert suspension media. 

If the polymerization is carried out as a suspension or solution 
lO polymerization, an inert solvent customary for the Ziegler 

low-pressure process is used. For example, the pol3^eri2ation is 
carried out in an aliphatic or cycloaliphatic hydrocarbon, for 
example propane, butane, hexane, heptane, isooctane, cyclohexane 
or methylcyclohexane. It is also possible to use a petroleum or 
15 hydrogenated diesel oil fraction. Toluene can also be used. 
Preference is given to carrying out the polymerization in the 
liquid monomer. 

Before addition of the catalyst, in particular the supported 
20 catalyst system (comprising the metallocene of the present 
invention and a supported cocatalyst), it is possible to 
introduce, in addition, another aluminum alkyl compound such as 
trimethylaluminum, triethylaluminum, triisobutylaluminum^ 
trioctylaluminum or isoprenylaluminum into the reactor to make 
25 the polymerization system inert (for example to remove catalyst 
poisons present in the olefin). This is added to the 
polymerization system in a concentration of from 100 to 0.01 mmol 
of Al per kg of reactor contents. Preference is given to 
triisobutylaluminum and triethylaluminum in a concentration of 
30 from 10 to 0.1 mmol of Al per kg of reactor contents. This makes 
it possible to select a small molar Al/M^ ratio in the synthesis 
of a supported catalyst system. If inert solvents are used, the 
monomers are metered in in gaseous or liquid form. 

35 The following abbreviations are used in the present applications 



acac 

9-BBN 

Bn 
40 Bu 

i-Bu 

tBu 

COD 

dba 
45 DBU 

diglyme 

DME 



acetylacetonate 

9-borabicyc lo [ 3 . 3 . 1 ] nonane 

benzyl 

butyl 

isobutyl 

tertiary butyl 

1 , 5-cyclooctadiene 

dibenzylideneacetone 

1 , 8-diazabicyclo [5.4.0 jundec-T-ene 

diethylene glycol dimethyl ether 

1 , 2-dimethoxyethane 
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DMF 
dppe 
dppf 
dppp 
5 Et 
HMPA 
Me 

MTBE 
NMP 

10 nonafla-te 

OAc 

Ph 

PTE 

Tf 
15 THF 

TMSCl 

trif la-te 

-triglyxne 



PCT/EP98/01232 



94 



dimethylformamide 

1 ^ 2-bis ( dipheny Iphosphino ) ethane 

1,1' -bis ( dipheny Iphosphino ) ferrocene 

1 , 3-bis ( dipheny Iphosphino ) propane 

ethyl 

hexamethylphosphoramide 
methyl 

methyl tert-butyl ether 

N-methyl-2-pyrrolidinone 

nonaf luor obu ty 1 su 1 f onat e 

acetate 

phenyl 

Periodic Table of the Elements 
trif luoromethanesulfonate 
tetrahydrofuran 
trimethylsilyl chloride 
trif luoromethanesulfonate 
triethylene glycol dimethyl ether 



20 Examples 

The invention is illustrated by the following examples which do 
not restrict the scope of the invention. 

25 1. 7-Chloro-2-methyl-l-indanone (1) 

50 g (0.3 mol) of 2-chloropropiophenone (B.L. Jenson et al.. 
Tetrahedron, 1978, 1627) together with 24.55 ml (0.33) of 37% 
strength formaldehyde solution were placed in the reactxon 
30 vessel. A solution of 12 g of sodium hydroxide in 600 ml of water 
was added thereto. The mixture was stirred for 2-5 hours at 40 C. 
The phases were separated, the aqueous phase was extracted 
3 times with 50 ml each time of methylene chloride, the combined 
organic phases were washed with 100 ml of IN HCl solution and 
35 dried over magnesium sulfate. The methylene chloride solution was 
added while stirring to 400 g of hot (65«C) concentrated sulfurxc 
acid over a period of 2.25 hours. The methylene chloride 
distilled off during this procedure. After the addition was 
complete, stirring was continued for another 0.5 hour at eS'^C. At 
40 room temperature, the cool sulfuric acid solution was slowly 

added to an ice-cold mixture of 325 ml of methylene chlorxde and 
325 ml of water. The phases were separated, the sulfuric acid 
solution was extracted twice with 250 ml each time of methylene 
chloride, the combined organic phases were washed with 200 ml of 
45 saturated sodium hydrogencarbonate solution, 200 ml of water and 
200 ml of saturated sodium chloride solution and dried over 
magnesium sulfate. After removal of the solvent, the brown liquid 
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was distilled via a 10 cm vigreux column with coloxnn head under- a 
full oil pump vacuum. This gave 39.6 g of (1) as a pale yellow 

liquid which slowly crystallized. 

B.p.: 9S-98»C (0.3-0.25 mbar) ; m.p. : 42-43°C; ^H-NMR (300 MHz, 
5 CDCI3): 7-41 (t, IH), 7.28 (m, IH), 7.22 (m, IH), 3.31 (m, IH) , 
2.59-2.27 (m, 2H) , 1.25 (d, J - 7.3 Hz, 3H) . 

2. 7-Bromo-2-methyl-l-indanone (2) 

10 using a method similar to Example 1, 57.2 g of (2) were obtained 
as solid from 78.2 g (0.37 mol) of 2-bromopropiophenone (S. Wang 
et al., J. Org. Chem. , 1989, 54, 5364). 

M.p.: 55-61''C; iH-NMR (300 MHz, CDCI3): 7.50 (IH), 7.37 (2H), 3.34 
(m, IH), 2.9-2.6 (m, 2H) , 1.3 (d, 3H) - 

15 

3 . 2-Methyl-7-trif luoromethanesulf onoxy- 1-indanone ( 3 ) 

16.2 g (0.1 mol) of 7-hydroxy-2-methyl-l-indanone (G. Bringmann 
et al., Liebigs Ann. Chem., 1985, 2116) together with 20 ml of 

20 dry pyridine in 150 ml of dry methylene chloride were placed in 
the reaction vessel. At -78''C, 20 ml (0.12 mol) of trifluoro- 
methanesulfonic anhydride were added and the mixture was slowly 
warmed to O'C on an ice bath. The reaction mixture was stirred for 
16 hours at 20"'C, subsequently diluted with 750 ml of ether, the 

25 precipitated pyridinium salt was filtered off, the ether phase 
was washed twice with 100 ml each time of 2N hydrochloric acid, 
twice with 100 ml each time of water and once with 200 ml of 
saturated sodium chloride solution and dried over magnesium 
sulfate. After removal of the solvent, the residue was 

30 chromatographed on silica gel using heptane/ethyl acetate (9^1) . 
27.1 g of (3) were obtained. 

IH-NMR (300 MHZ, CDClg)* 7.5-7.3 (3H), 3,3 (m, IH), 2.7-2.4 (m, 
2H), 1.3 (d, 3H). 

35 4, 7-Iodo-2-methyl-l-indanone (4) 

using a method similar to Example 2, 12.8 g of (4) as solid were 
obtained (the cyclization was carried out in polyphosphoric acid 
instead of in sulfuric acid) from 30-6 g (0.118 mol) of 
40 2-iodopropiophenone (as described by S. Wang et al., J. Org- 

Chem., 1989, 54, 5364; but the ethyl Grignard was converted into 
the cuprate by addition of Cul) . 

IH-NMR (300 MHz, CDCI3): 7.50-7.30 (3H), 3.3 (m, IH), 2.9-2.6 (m, 
2H), 1.3 (d, 3H). 

45 
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5. 7-Chloro-2-but:yl-l-indanone (5) 

Using a method similar to US patent 5,489,712 or A. Bhattacharya, 
Synthetic Communications, 1996, 26, 1775, 18.5 g of (5) were 
5 obtained from 32.0 g (0.15 mol) of 2-chlorophenyl pentyl ketone 
(preparation similar to that of 2-chloropropiophenone) . 
IH-NMR (300 MHz, CDCI3): 7.5-7.4 (IH), 7.35-7.1 (2H), 3.3-3.1 
(IH), 2.8-2.7 (IH), 2.7-2.5 (2H), 2.0-1.8 (IH), 1.55-1.2 (5H), 
0.9 (t, 3H). 

10 

6 . 7-Chloro-2-cyclohexyl-l-indanone ( 6 ) 

using a method similar to US patent 5,489,712 or A. Bhattacharya ^ 
Synthetic Communications, 1996, 26, 1775, 14 g of 

15 7-chloro-2-cyclohexyl-l-indanone (6) were obtained from 20.0 g 
(0.085 mol) of 2-chlorophenyl methylcyclohexyl ketone 
(preparation similar to that of 2-chloropropiophenone). 
iH-NMR (300 MHz, CDCI3 ) : 7.47-7.25 {3H), 3.11 (dd, IH) , 2.92 (dd, 
IH), 2.65 (m, IH), 2.10-1.98 (m, IH) , 1.80-1.60 (m, 4H), 1.46-1.0 

20 (m, 6H). 



7 . 7-Chloro-2-phenyl-l-indanone ( 7 ) 

Using a method similar to Example 5, 14.5 g of (7) were obtained 
25 from 23.0 g (0.1 mol) of benzyl 2-chlorophenyl ketone 
(preparation similar to that of 7-chloropropiophenone ) . 

8 . 7-Bromo-2-isopropyl-l-indanone ( 8 ) 

30 using a method similar to Example 5, 32.8 g of (8) were obtained 
from 48.2 g (0.2 mol) of 2-bromophenyl 2-methylpropyl ketone 
(preparation similar to that of 7-bromopropiophenone) . 

9 . 7-Bromo-2- ( 2-methylpropyl ) -1-indanone ( 9 ) 

35 

using a method similar to Example 5, 15.7 g of (9) were obtained 
from 25.5 g (0.1 mol) of 2-bromophenyl 3-methylbutyl ketone 
(preparation similar to that of 7-bromopropiophenone). 

40 10. 7-Bromo-5-f luoro-2-methyl-l-indanone (10) 

using a method similar to Example 2, 7.1 g of (10) were obtained 
from 15 g (0.065 mol) of 2-bromo-4-f luoropropiophenone. 
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11 . 5 r 7-Dichloro-2-xnet:hyl-l-indanone (11) - 

using a method similar to Example 1, 26-42 g of (11) were 
obtained from 50 g (0.246 mol) of 2, 4-dichloropropiophenone. 

5 

12. 6,7-Dichloro-2-methyl-l-indanone (12) 

using a method similar to Example 1, 23.3 g of (12) were obtained 
from 40 g (0.197 mol) of 2,3-dichloropropiophenone. 

13 ^ 7-Bromo-2 , 6 -dimethyl- 1-indanone ( 13 ) 

using a method similar to Example 2, 6.8 g of (13) were obtained 
from 10 g (0.044 mol) of 2-bromo-3-methylpropiophenone. 

14. 7-Chloro-2-methyl-5-trif luoromethyl-l-indanone (14) 

Using a method similar to Example 1, 4.5 g of (14) were obtained 
from 16 g (0.067 mol) of 2-chloro-4-trif luoromethylpropiophenone. 

15 . 2 -Methy 1-7 -phenyl- 1-indanone ( 15 ) 

a) 22.5 g (0.1 mol) of 7-bromo-2-methyl-l-indanone (2), 13.4 g 
(0.11 mol) of phenylboronic acid and 23.3 g (0.22 mol) of 

25 sodium carbonate were placed in 380 ml of dimethoxyethane and 

120 ml of water in the reaction vessel, the mixture was 
degassed a number of times and saturated with argon. 450 mg 
(2 romol) of palladium acetate and 1-05 g (4 mmol) of 
triphenylphosphine (TPP) were added and the reaction mixture 

30 was stirred for 2 hours at 80**C. After addition of 300 ml of 

water, the mixture was extracted 3 times with 250 ml each 
time of diethyl ether, the ether phase was washed twice with 
100 ml each time of water and dried over magnesium sulfate. 
Removal of the solvent gave 21.1 g of (15) as solid. 

M.p.: 81.5-83'=*C; iH-NMR (300 MHz, CDCI3): 7.6 (t, IH), 7.5-7.3 



20 



35 



-P 



6H), 7.25 (IH), 3.4 (m, IH) , 2.8-2.6 (m, 2H), 1.3 



(d, 3H). 

40 b) 2.5 g (13.8 mmol) of 7-chloro-2-methyl-l-indanone (1), 2.11 g 
(17.3 mmol) of phenylboronic acid and 3.66 g (34.6 mmol) of 
sodium carbonate were placed in 40 ml of o-xylene/5 ml of 
water in the reaction vessel, the mixture was degassed a 
number of times and saturated with argon. After addition of 

45 1.55 mg (0.0069 mmol) of palladium acetate and 7.3 mg 

(0.027 mmol) of triphenylphosphine, the reaction mixture was 
stirred for 8 hours at lOO^C. After 2, 4 and 6 hours, the 
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same amount of palladium acetate and txiphenylphosphine were 
added again each time. After addition of 40 ml of water, the 
phases were separated, the aqueous phase was extracted 
3 times with 4 0 ml each time of ether, the combined organic 
5 phases were washed with 40 ml of water and 40 ml of saturated 

sodium chloride solution and dried over magnesium sulfate* 
Removal of the solvent gave 2.9 g of (15) as solid. The 
iH-NMR indicated a conversion of about 85%. 

10 c) 0.9 g (5 ramol) of (1), 0.73 g (6 mmol) of phenylboronic acid 
and 1.32 g (12.5 mmol) of sodium carbonate were placed in 
15 ml of ethylene glycol/3 ml of water in the reaction 
vessel, the mixture was degassed a number of times and 
saturated with argon. After addition of 33.7 mg (0.15 mmol) 

15 of palladium acetate and 0.34 g (0.6 mmol) of 

(m-Na03S-phenyl)3phosphine (TMSPP), the reaction mixture was 
stirred for 5 hours at 125**C. After addition of 20 ml of 
water, the aqueous phase was extracted 5 times with 30 ml 
each time of ether, the combined ether phases were washed 

20 with 40 ml of water and 40 ml of saturated sodium chloride 

solution and dried over magnesium sulfate. Removal of the 
solvent gave 0.76 g of (15) as solid. 

16. 2-Methyl-7-(l-naphthyl)-l-indanone (16) 

25 ^ ^ 

a) using a method similar to Example 15 a), 56.3 g (0.25 mol) of 
7-bromo-2-methyl-l"indanone (2), 47.3 g (0.275 mol) of 
1-naphthylboronic acid and 58 g (0.55 mol) of sodium 
carbonate were placed in 950 ml of dimethoxyethane and 300 ml 

30 of water in the reaction vessel, the mixture was degassed a 

number of times and saturated with argon. 560 mg (2.5 mmol) 
of palladium acetate and 1.31 g (5 mmol) of triphenyl- 
phosphine (TPP) were added and the reaction mixture was 
stirred for 2 hours at 80^C. After addition of 700 ml of 

35 water, the mixture was extracted 5 times with 300 ml each 

time of diethyl ether, the ether phase was washed twice with 
300 ml each time of water and with 300 ml of saturated sodium 
chloride solution and dried over magnesium sulfate. Removal 
of the solvent gave 63.3 g of (16) as solid. 

40 

M.p: 104-105°C; ^^h-NMR (300 MHz, CDCI3) : 7.9 (d, 2H) , 7.65 
(m, IH), 7.6-^7.25 (m, 7H), 3.5 (m, IH) , 2.9-2.6 (m, 2H), 1.25 
(d, 3H). 

45 b) Using a method similar to Example 15 b), 2.5 g (13.8 mmol) of 
7-chloro-2-methyl-l-indanone (1), 2.97 g (17.3 iranol) of 
naphthylboronic acid and 3.66 g (34.6 mmol) of sodium 
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carbonate were placed in 40 ml of o-xylene/5 ml of water in 
the reaction vessel, the mixture was degassed a number of 
times and saturated with argon. After addition of 1.55 mg 
(0.0069 mmol) of palladium acetate and 7.3 mg (0.027 mmol) of 
5 triphenylphosphine, the reaction mixture was stirred for 

8 hours at lOCC. After 2, 4 and 6 hours, the same amount of 
palladium acetate and triphenyl phosphine were added again 
each time. After addition of 40 ml of water, the phases were 
separated, the aqueous phase was extracted 3 times with 40 ml 

10 each time of ether, the combined organic phases were washed 

with 40 ml of water and 40 ml of saturated sodium chloride 
solution and dried over magnesium sulfate. Removal of the 
solvent gave 3.26 g of (16) as solid. 

15 c) 2.5 g (13.8 mmol) of 7-chloro-2-methyl-l-indanone (1), 2.86 g 
(16.6 mmol) of naphthylboronic acid, 0.22 g (0.68 mmol) of 
tetrabutylammonium bromide and 3.66 g (34.6 mmol) of sodium 
carbonate were placed in 40 ml of o-xylene in the reaction 
vessel, the mixture was degassed a number of times and 

20 saturated with argon. After addition of 1.55 mg (0.0069 mmol) 

of palladium acetate and 7.3 mg (0.027 mmol) of 
triphenylphosphine, the reaction mixture was stirred for 

9 hours at 125''C. After addition of 40 ml of water, the 
phases were separated, the aqueous phase was extracted 

25 3 times with 40 ml each time of ether, the combined organic 

phases were washed with 40 ml of water and 40 ml of saturated 
sodium chloride solution and dried over magnesium sulfate. 
Removal of the solvent gave 3.38 g of (16) as solid. 

30 d) using a method similar to Example 15 c), 2.5 g (13.84 mmol) 

of .(1),.2.86 g (16.6 mmol) of naphthylboronic acid and 3.66 g 
(34.6 mmol) of sodium carbonate were placed in 41 ml of 
ethylene glycol/B.3 ml of water in the reaction vessel, the 
mixture was degassed a number of times and saturated with 

35 argon. After addition of 1 mg (0.0046 mmol) of palladium 

acetate and 10.4 mg (0.0184 mmol) of TMSPP, the reaction 
mixture was stirred for 5 hours at 125"C. The aqueous phase 
was extracted twice with 50 ml each time of ether, the 
combined ether phases were washed with 40 ml of water and 

40 40 ml of saturated sodium chloride solution and dried over 

magnesium sulfate. Removal of the solvent gave 3.08 g of (16) 
as solid . 



45 
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17, 7-(3,5-DdLmet:hylphenyl)-2-inet:hyl"l-indanone (17) 

using a method sdLmilar to Example 16 b), 16.25 g (0.09 mol> of 
(1), 14.85 g (0.1 mol) of 3 , S-^dimethylphenylboronic acid, 21.2 g 
5 (0.2 mol) of sodium carbonate were placed in 240 ml of 

o-xylene/80 ml of water in the reaction vessel, the mixture was 
degassed a number of times and saturated with argon. After 
addition of 101 mg (0.45 mmol) of palladium acetate and 472 mg 
(1.8 mmol) of TPP, the reaction mixture was stirred for 8 hours 

10 at 100**C. After 2, 4 and 6 hours, the same amounts of palladium 
acetate and triphenylphosphine were added again each time. After 
addition of 150 ml of water, the phases were separated, the 
aqueous phase was extracted 3 times with 200 ml each time of 
ether, the combined organic phases were washed with 200 ml of 

15 water and 200 ml of saturated sodium chloride solution and dried 
over magnesium sulfate. Removal of the solvent gave 20.3 g of 
(17) as an oil. 

IH-NMR (300 MHZ, CDCI3): 7.55 (t, IH) , 7.4 (m, IH) , 7-23 (IH), 
7.05 (m, 2H), 7.02 (IH), 3.34 (m, IH), 2.78-2.64 (m, 2H) , 2.35 
20 (s, 6H), 1.27 (d, 3H) . 

18 . 7- { 3 , 5-Bis ( trif luoromethyl ) phenyl ) ^2-methyl-l-indanone ( 18 ) 

Using a method similar to Example 15 a), 6.75 g (0.03 mol) of 
25 (2), 8.5 g (0.033 mol) of 3 , 5-bis (trif luoromethyl )phenylboronic 
acid and 7.0 g (0.066 mol) of sodium carbonate were placed in 
120 ml of dimethoxyethane and 36 ml of water in the reaction 
vessel, the mixture was degassed a number of times and saturated 
with argon. 120 mg (0.5 mmol) of palladium acetate and 282 mg 
30 (1.1 nmiol) of TPP were added and the reaction mixture was stirred 
for 2 hours at 80*^0. After addition of 150 ml of water, the 
mixture was extracted 3 times with 150 ml each time of diethyl 
ether, the combined ether phases were washed 3 times with 150 ml 
each time of water and dried over magnesium sulfate. Removal of 
35 the solvent gave 9.93 g of (18) as an oil. 

IH-NMR (300 MH2, CDCI3): 7.9 (s, 2H) , 7.66 (t, IB), 7.53 (dd, IH) , 
7.3-7.24 (2H), 3.46 (m, IH) , 2.83-2.70 (m, 2H) , 1.29 (d, 3H) . 



19. 2-Methyl-7-(2-naphthyl)-l-indanone (19) 



40 



using a method similar to Example 16 d), 2.16 g (0.012 mol) of 
(1), 2.27 g (0.0132 mol) of 2-naphthylboronic acid, 2.8 g 
(0.0264 mol) of sodium carbonate were placed in 40 ml of ethylene 
glycol/8 ml of water in the reaction vessel, the mixture was 
45 degassed a number of times and saturated with argon. After 

addition of 13.5 mg (0.06 mmol) of palladium acetate and 0.102 g 
(0.18 mmol) of TMSPP, the reaction mixture was stirred for 
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2 hours at 125°C. After addition of 40 ml of water, the aqueous- 
phase was extracted 4 times with 50 ml each time of ether, the 
combined ether phases were washed with 50 ml of water and 50 ml 
of saturated sodium chloride solution and dried over magnesium 
5 sulfate. Removal of the solvent gave 3.0 g of (19) as an oil 
which tends to crystallize. 

IH-NMR (300 MHz, CDCI3 ) : 7.92 (m, 4H), 7.62 (2H), 7.56-7.49 
(m, 2H), 7.46 (dd, IH) , 7.39 (d, IH), 3.45 (m, IH), 2.84-2.68 
(m, 2H), 2.35 (s, 6H) , 1.33 (d, 3H) . 

10 

20 . 7- ( 4-Methoxyphenyl ) -2-methyl-l-indanone ( 20 ) 

Using a method similar to Example 16 d), 3.84 g (0.021 mol) of 
(1), 3.58 g (0.024 mol) of 4-methoxyphenylboronic acid, 4.98 g 

15 (0-047 mol) of sodium carbonate were placed in 60 ml of ethylene 
glycol/ 10 ml of water in the reaction vessel, the mixture was 
degassed a number of times and saturated with argon. After 
addition of 23.9 mg (0.106 mmol) of palladium acetate and 0.12 g 
(0.21 mmol) of TMSPP, the reaction mixture was stirred for 

20 2 hours at 125^*0. After addition of 60 ml of water, the aqueous 
phase was extracted 4 times with 60 ml each time of ether, the 
combined ether phases were washed with 60 ml of water and 60 ml 
of saturated sodium chloride solution and dried over magnesium 
sulfate- Removal of the solvent gave 3.75 g of (20) as an oil. 

25 IH-NMR (300 MHz, CDCI3): 7.55 (t, IH) , 7.40 (m, 2H), 7.36 (m, IH), 
7.24 (m, IH), 6-94 (m, 2H) , 3.84 (s, 3H) , 3.39 (m, IH), 2.77-2.63 
(m, 2H) , 1.28 (d, 3H) . 

2 1 . 2-Methyl-7- ( 4-methylphenyl ) -1-indanone (21) 

30 

Using a method similar to Example 16 d) , 3.61 g (0.020 mol) of 
(1), 3.0 g (0.022 mol) of 4-methylphenylboronic acid, 4.66 g 
(0.044 mol) of sodium carbonate were placed in 60 ml of ethylene 
glycol/ 12 ml of water in the reaction vessel, the mixture was 

35 degassed a number of times and saturated with argon. After 

addition of 22.4 mg (0.1 mmol) of palladium acetate and 0.114 g 
(0.2 mmol) of TMSPP, the reaction mixture was stirred for 2 hours 
at 125**C. After addition of 60 ml of water, the aqueous phase was 
extracted 4 times with 50 ml each time of ether, the combined 

40 ether phases were washed with 50 ml of water and 50 ml of 
saturated sodium chloride solution and dried over magnesium 
sulfate. Removal of the solvent gave 4.5 g of (21) as solid. 
iH-NMR (300 MHz, CDCI3): 7.56 (t, IH) , 7.42-7.14 (m, 6H) , 3.40 
(m, IH), 2.78-2-64 (m, 2H) , 2.40 (s, 3H) , 1.28 (d, 3H) . 



45 
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22. 2-Methyl-7-(2-thienyl)-l-indanone (22) 

using a method similar to Example 15 a), 11.25 g (0.05 mol) of 
(2), 13.4 g (0.055 mol) of thiophenylboronic acid and 11.7 g 
5 (0.11 mol) of sodium carbonate were placed in 190 ml of 

dimethoxyethane and 60 ml of water in the reaction vessel, the 
mixture was degassed a number of times and saturated with argon. 
225 mg (1 nunol) of palladium acetate and 0.609 g (2 mmol) of 
tris(o-tolylphenyl)phosphine were added and the reaction mixture 

10 was stirred for 2 hours at 80"C. After addition of 150 ml of 

water, the mixture was extracted 4 times with 100 ml each time of 
diethyl ether, the ether phase was washed twice with 50 ml each 
time of water and dried over magnesium sulfate. Removal of the 
solvent gave 8.6 g of (22) as an oil. 

15 IH-KMR (300 MHz, CDCI3): 7.6 (t, IH), 7.5-7.3 (m, 6H) , 7-25 (IH), 
3.4 (m, IH), 2.8-2.6 (m, 2H), 1.3 (d, 3H) . 

23. 2-Methyl-7-(2-furanyl)-l-indanone (23) 

20 using a method similzur to Example 22, 33.7 g (0.15 mol) of (2), 
18.5 g (0.165 mol) of furanylboronic acid and 34.9 g (0.33 mol) 
of sodium carbonate were placed in 570 ml of dimethoxyethane and 
180 ml of water in the reaction vessel, the mixture was degassed 
a number of times and saturated with argon. 675 mg (3 mmol) of 

25 palladium acetate and 1.83 g (6 mmol) of tris(o-tolylphenyl)- 
phosphine were added and the reaction mixture was stirred for 
2 hours at 80"C. After addition of 450 ml of water, the mixture 
was extracted 4 times with 300 ml each time of diethyl ether, the 
ether phase was washed twice with 200 ml each time of water and 

30 dried over magnesium sulfate. Removal of the solvent gave 27.06 g 
of (23) as an oil. 

IH-NMR (300 MHZ, CDCI3): 7.86 (m, 2H) , 7.57 (t, IH), 7.51 (m, IH), 
7.4-7.2 (m, 2H), 3.37 (m, IH), 2.78-2.66 (m, 2H), 1.32 (d, 3H) . 

35 24. 2-Methyl-7-(2-pyridyl)-l-indanone (24) 

16.9 g (75 mmol) of (2) and 20 g (90 mmol) of 2-trimethylstannyl- 
pyridine were placed in 165 ml of tetrahydrof uran in the reaction 
vessel, the mixture was degassed a number of times and saturated 

40 with argon. 350 mg (0.37 mmol) of trans -di((A-acetato) bis- 

[o-(di-o-tolylphosphino) benzyl Jdipalladium (II) were added and 
the reaction mixture was refluxed for 24 hours. After addition of 
200 ml of water, the mixture was extracted 4 times with 150 ml 
each time of diethyl ether, the ether phase was washed with 

45 100 ml of water and 100 ml of saturated sodium chloride solution 
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and dried over magnesium sulfate. Removal of the solvent and 
drying for 24 hours at 0.1 mbar at 60^0 (removal of the 
trimethylstannyl bromide) gave 15.07 g of (24) as an oil. 
iH-NMR (300 MHz, CDCI3 ) : 8.66 (m, IH), 7.66-7.20 (5H), 3.40 (m, 
5 IH), 2.78-2.64 (m, 2B) , 1.25 (d, 3H) . 

25. 2-Methyl-7-(2-methylphenyl)-l-indanone (25) 

Using a method similar to Example 16 d) , 2.0 g (0.011 mol) of 
10 (1), 1.82 g (0.013 mol) of 2-methylphenylboronic acid and 2.6 g 
(24.6 mmol) of sodium carbonate were placed in 55 ml of ethylene 
glycol/5 ml of water in the reaction vessel, the mixture was 
degassed a number of times and saturated with argon. After 
addition of 18 mg (0.09 mmol) of palladium acetate and 0.15 g 
15 (0.27 mmol) of TMSPP, the reaction mixture was stirred for 

2 hours at 125'C. After addition of 60 ml of water, the aqueous 
phase was extracted 4 times with 60 ml each time of ether, the 
combined ether phases were washed with 6 0 ml of water and 60 ml 
of saturated sodium chloride solution and dried over magnesium 
20 sulfate. Removal of the solvent gave 2.1 g of 2-methyl- 
7-(2-methylphenyl)-l-indanone as solid. 

iH-NMR (300 MHz, CDCI3) : 7.66-7.10 (m, 7H) , 3.48 (m, IH) , 
2.86-2.64 (m, 2H), 2.13/2.11 (s, 3H, stereoisomers), 1.33/1.29 
( d , 3H , stereoisomers ) - 

25 

26 . 2-Methyl-7-( 4-dimethylaminophenyl)-l-indanone (26) 

Using a method similar to Example 22, 8.0 g (0.032 mol) of (2), 
5.85 g (0.038 mol) of 4-dimethylaminophenylboronic acid and 7.4 g 

30 (0.07 mol) of sodium carbonate were placed in 122 ml of 

dimethoxyethane and 37 ml of water in the reaction vessel, the 
mixture was degassed a number of times and saturated with argon. 
142 mg (0.6 mmol) of palladium acetate and 385 mg (1.3 mmol) of 
tris(o-tolylphenyl)phosphine were added and the reaction mixture 

35 was stirred for 4 hours at 80''C. After addition of 150 ml of 

water, the mixture was extracted 4 times with 100 ml each time of 
diethyl ether, the ether phase was washed twice with 50 ml each 
time of water and dried over magnesium sulfate. Removal of the 
solvent and column filtration through neutral aluminum oxide 

40 (dichloromethane) gave 6.5 g of 2-methyl-7-( 4-dimethylamino- 
phenyl)-l-indanone as an oil. 

iH-NMR (300 MHz, CDCI3): 7.58-7.24 (m, 5H) , 6.78 (d, 2H), 3.38 (m, 
IH), 3.01 (s, 6H), 2.78-2.65 (m, 2H) , 1.28 (d, 2H) . 



45 



wo 98/40331 



PCT/EP98/01232 



104 

27 . 2~Met:hyl-7-(2r3-dimet:hylphenyl)-l-indMone (27) 

Using a method similar to Example 16 d), 2.0 g (0.011 mol) of 
(1), 1.95 g (0-013 mol) of 2 , 3 -dime thy Ipheny Iboronic acid and 
5 2.6 g (24.6 ramol ) of sodium carbonate were placed in 55 ml of 
ethylene glycol/5 ml of water in the reaction vessel, the mixture 
was degassed a number of times and saturated with argon. After 
addition of 18 mg (0.09 mmol) of palladium acetate and 0.15 g 
(0.27 mmol) of TMSPP, the reaction mixture was stirred for 

10 2 hours at 125°C- After addition of 60 ml of water, the aqueous 
phase was extracted 4 times with 60 ml each time of ether, the 
combined ether phases were washed with 60 ml of water and 60 ml 
of saturated sodium chloride solution and dried over magnesium 
sulfate. Removal of the solvent gave 2.9 g of 2-methyl- 

15 7-(2,3-dimethylphenyl)-l-indanone as solid. 

iH-NMR (300 MHz, CDCI3 ) : 7.61-6.92 (m, 6H) , 3.40 (m, IH) , 
2.80-2.60 (m, 2H), 2.34/2.32 (s, 3H, stereoisomers), 1.97/1.93 
(s, 3H, stereoisomers), 1.26/1.23 (d, 3H, stereoisomers). 

20 28. 2-Methyl-7~( 4-vinylphenyl)-l-indanone (28) 

Using a method similar to Example 16 d), 2.0 g (0.011 mol) of 
(1), 1.92 g (0.013 mol) of 4-styreneboronic acid and 2.6 g 
(24.6 mmol) of sodium carbonate were placed in 55 ml of ethylene 

25 glycol/ 5 ml of water in the reaction vessel, the mixture was 
degassed a number of times and saturated with argon. After 
addition of 18 mg (0.09 mmol) of palladium acetate and 0.15 g 
(0.27 mmol) of TMSPP, the reaction mixture was stirred for 
2 hours at 125<>C. After addition of 60 ml of water, the aqueous 

30 phase was extracted 4 times with 60 ml each time of ether, the 
combined ether phases were washed with 6 0 ml of water and 60 ml 
of saturated sodium chloride solution and dried over magnesium 
sulfate. Removal of the solvent gave 2.2 g of 2-methyl- 
7- ( 4-vinylphenyl ) -1-indanone . 

35 iH-NMR (300 MHz, CDCI3) : 7.60-7.26 (m, 7H) , 6.78 (dd, IH) , 5.81 
(d, IH), 5.28 (d, IH), 3.42 (m, IH) , 2.80-2.67 (m, 2H) , 1.31 
(d, 3H). 

2 9 - 2-Methyl-7- ( 4-trif luoromethylphenyl ) -1-indanone (29) 

40 

using a method similar to Example 16 d) , 6.28 g (0.035 mol) of 
(1), 7.6 g (0.040 mol) of 4-trif luoromethylphenylboronic acid and 
8.16 g (77.3 mmol) of sodium carbonate were placed in 160 ml of 
ethylene glycol/17 ml of water in the reaction vessel, the 
45 mixture was degassed a number of times and saturated with argon. 
After addition of 57 mg (0.283 mmol) of palladium acetate and 
0.47 g (0.848 mmol) of TMSPP, the reaction mixture was stirred 
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for 2 hours at 125oc. After addition of 170 ml of water, the 
aqueous phase was extracted 4 times with 100 ml each time of 
ether, the combined ether phases were washed with 60 ml of water 
and 60 ml of saturated sodium chloride solution and dried over 
5 magnesium sulfate. Removal of the solvent gave 9.54 g of 
2-methyl-7- ( 4-trif luoromethylphenyl ) -1-indanone . 
IH-NMR (300 MHz, CDCI3) : 7.80-7.26 (m, 7H), 3.42 (m, IH), 
2.80--2.67 (m, 2H), 1.31 (d, 3H) . 

10 30. 2-Methyl-7-(4-biphenyl)-l-indanone (30) 

Using a method similar to Exaunple 15 a), 6.75 g (0.03 mol) of 
(2), 6.5 3 g (0.033 mol) of 4-biphenylphenylboronic acid and 7.0 g 
(0.066 mol) of sodium carbonate were placed in 120 ml of 

15 dimethoxyethane and 36 ml of water in the reaction vessel, the 
mixture was degassed a number of times and saturated with argon. 
120 mg (0.5 mmol) of palladium acetate and 2 82 mg (1.1 mmol) of 
TPP were added and the reaction mixture was stirred for 2 hours 
at SO'^C. After addition of 150 ml of water, the mixture was 

20 extracted 3 times with 150 ml each time of diethyl ether, the 
combined ether phases were washed 3 times with 150 ml each time 
of water and dried over magnesium sulfate. Removal of the solvent 
gave 7.78 g of 2-methyl-7- ( 4'-biphenyl ) -1-indanone . 
iH-NMR (300 MHz, CDCI3): 7-67-7.14 (12H), 3.49-3-37 (m, IH), 

25 2.80^2.67 (m, 2H), 1.30 (d, 3H) . 

31. 2-Methyl-7-(4-tert-butylphenyl)-l-indanone (31) 

Using a method similar to Example 16 d) , 2.0 g (0.011 mol) of 
30 (1), 2.31 g (0-013 mol) of 4-tert-butylphenylboronic acid and 
2.6 g (24.6 mmol) of sodium carbonate were placed in 55 ml of 
ethylene glycol/5 ml of water in the reaction vessel, the mixture 
was degassed a number of times and saturated with argon. After 
addition of 18 mg (0.09 mmol) of palladium acetate and 0.15 g 
35 (0.27 mmol) of TMSPP, the reaction mixture was stirred for 

2 hours at 125oc. After addition of 60 ml of water, the aqueous 
phase was extracted 4 times with 60 ml each time of ether, the 
combined ether phases were washed with 60 ml of water and 60 ml 
of saturated sodium chloride solution and dried over magnesium 
40 sulfate. Removal of the solvent gave 2.8 g of 2-methyl- 
7- ( 4-tert-butylphenyl ) -1-indanone . 

iH-NMR (300 MHz, CDCla): 7.60-7.26 (m, 7H), 3.42 (m, IH), 
2.80-2.67 (m, 2H), 1.31 (9H), 1.28 (d, 3H) . 
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32. 2-Methyl-7-(3,5-difluorophenyl)-l-indanone (32) 

2.25 g (0.01 mol) of 7-bromo-2-methyl-l-indanone (2), 1.74 g 
(0.011 mol) of 3r 5-dif luorophenylboronic acid and 2.33 g 
5 (0.022 mol) of sodium carbonate were placed in 38 ml of 

dimethoxyethane and 12 ml of water in the reaction vessel, the 
mixture was degassed a number of times and saturated with argon. - 
45 mg (0.2 mmol) of palladium acetate and 0.1 g (0.4 mmol) of 
triphenylphosphine (TPP) were added and the reaction mixture was 

10 stirred for 2 hours at 80oc. After addition of 50 ml of water, the 
mixture was extracted 3 times with 30 ml each time of diethyl 
ether r the ether phase was washed twice with water and dried over 
magnesium sulfate. Removal of the solvent gave 2.4 g of 2-methyl- 
7-(3,5-dif luorophenyl)-l-indanone as solid. 

15 iH-NMR (300 MHz, CDCla)^ 7.62-7.31 (m, 6H) , 3.43 (m, IH) , 2.8-2.6 
(m, 2H), 1.29 (d, 3H). 

33 . 2-Butyl-7-phenyl-l-indanone ( 33 ) 

20 Using a method similar to Example 16 d) , 10.02 g (0.045 mol) of 
2-butyl-7-chloro-l-indanone, 6.58 g (0.054 mol) of phenylboronic 
acid and 11.9 g (0.122 mol) of sodium carbonate were placed in 
135 ml of ethylene glycol/27 ml of water in the reaction vessel, 
the mixture was degassed a number of times and saturated with 

25 argon. After addition of 5 mg (0.022 mmol) of palladium acetate 
and 0.051 g (0.09 mmol) of TMSPP, the reaction mixture was 
stirred for 5 hours at 125oc. After addition of 120 ml of water, 
the aqueous phase was extracted 4 times with 100 ml each time of 
ether, the combined ether phases were washed with 50 ml of water 

30 and 50 ml of saturated sodium chloride solution and dried over 
magnesium sulfate. Removal of the solvent gave 12.0 g of (33) as 
an oil. 

iH-NMR (300 MHz, CDCI3 ) : 7.58 (t, IH), 7.47-7.35 (6H), 7.28-7.23 
(IH), 3.34 (dd, IH), 2.83 (dd, IH), 2.65 (m, IH), 1.94 (m, IH), 
35 1.41 (m, 5H), 0.91 (t, 3H) . 

34. 2-Butyl-7-(l-naphthyl)-l-indanone (34) 

Using a method similar to Example 16 d), 10.02 g (0.045 mol) of 
40 2-butyl-7-chloro-l-indanone, 10.06 g (0.0585 mol) of 

1-naphthylboronic acid and 11.9 g (0.122 mol) of sodium carbonate 
were placed in 135 ml of ethylene glycol /2 7 ml of water in the 
reaction vessel, the mixture was degassed a number of times and 
saturated with argon. After addition of 5 mg (0.022 mmol) of 
45 palladium acetate and 0.051 g (0.09 mmol) of TMSPP, the reaction 
mixture was stirred for 5 hours at 125^0. After addition of 120 ml 
of water, the aqueous phase was extracted 4 times with 100 ml 
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each time of ether, the combined ether phases were washed with- 
50 ml of water and 50 ml of saturated sodium chloride solution 
and dried over magnesium sulfate. Removal of the solvent gave 
12.2 g of (34) as an oil. 
5 iH-NMR (300 MHz, CDCI3) : 7.93 (d, 2H) , 7.71-7.20 (8H), 3-39 

(m, IH), 2.92 (m, IH), 2.64 (m, IH), 1.88 (m, IH) , 1.41 (m, 5H), 
0.93 (t, 3H). 



35. 2-Cyclohexyl-7-phenyl-l-indanone (35) 

10 

Using a method similar to Example 16 d), 2.73 g (0.011 mol) of 
2-cycloheKyl-7-chloro-l-indanone, 1-59 g (0.013 mol) of 
phenylboronic acid and 2.6 g (24.6 mmol) of sodium carbonate were 
placed in 55 ml of ethylene glycol/5 ml of water in the reaction 

15 vessel, the mixture was degassed a n\imber of times and saturated 
with argon. After addition of 18 mg (0.09 mmol) of palladium 
acetate and 0.15 g (0.27 mmol) of TMSPP, the reaction mixture was 
stirred for 2 hours at 125^0. After addition of 60 ml of water, 
the aqueous phase was extracted 4 times with 60 ml each time of 

20 ether, the combined ether phases were washed with 60 ml of water 
and 60 ml of saturated sodium chloride solution and dried over 
magnesium sulfate. Removal of the solvent gave 2.9 g of 
2 -eye lohexy 1- 7 -phenyl— 1 - indanone . 

iH-NMR (300 MHz, CDCI3): 7.60-7.16 (m, 8H), 3.11 (dd, IH), 2.92 
25 (dd, IH), 2.65 (m, IB), 2.10-1.98 (m, IH), 1.80-1.60 (m^ 4H) , 
1.46-1.0 (m, 6H). 

36 . 2-Cyclohexyl-7- ( 1-naphthyl) -1-indanone ( 36 ) 

30 Using a method similar to Example 16 d) , 2.73 g (0.011 mol) of 
2-cyclohexyl-7-chloro-l-indanone, 2.24 g (0.013 mol) of 
naphthylboronic acid and 2.6 g (24.6 mmol) of sodium carbonate 
were placed in 55 ml of ethylene glycol/5 ml of water in the 
reaction vessel, the mixture was degassed a number of times and 

35 saturated with argon. After addition of 18 mg (0.09 mmol) of 
palladium acetate and 0.15 g (0.27 mmol) of TMSPP, the reaction 
mixture was stirred for 2 hours at 125oc. After addition of 60 ml 
of water, the aqueous phase was extracted 4 times with 60 ml each 
time of ether, the combined ether phases were washed with 60 ml 

40 of water and 60 ml of saturated sodium chloride solution and 
dried over magnesium sulfate. Removal of the solvent gave 3.0 g 
of 2-cyclohexyl-7-(l-naphthyl)-l-indanone. 

iH-NMR (300 MHZ, CDCI3): 7.92-7.20 (lOH), 3.11 (dd, IH) , 2.92 (dd^ 
IH), 2.65 (m, IH), 2.10-1.98 (m, IH) , 1.80-1.60 (m, 4H) , 1.46-1.0 
45 (m, 6H). 
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37. 2-Methyl-4-(l-naphthyl)indene (37) 

1.3 g (33 mmol) of sodium borohydride were added at 0*C to a 
solution of 12 g (44 mmol) of (16) in 100 ml of THF /methanol 2s 1 
5 and the mixture was stirred for 18 hours at room temperature. The 
reaction mixture was poured onto 100 g of ice, concentrated 
hydrochloric acid was added until the pH was 1 and the mixture 
was extracted a number of times with diethyl ether. The combined 
organic phases were washed with saturated aqueous sodium hydrogen 

10 carbonate solution, water and saturated aqueous sodium chloride 
solution and dried over magnesium sulfate. The crude product was 
taken up in 200 ml of toluene, admixed with 0.5 g of 
p-toluenesulfonic acid and re fluxed for 2 hours on a water 
separator. The reaction mixture was washed 3 times with 509 ml 

15 each time of saturated sodium hydrogen carbonate solution and the 
solvent was removed under reduced pressure. The solid residue was 
washed with a little pentane and dried under reduced pressure. 
This gave 10.3 g of (37) in the form of colorless crystals, 
m.p. 1430C; ^H-NMR (300 MHz, CDCI3): 7.92-7.18 (lOH), 6.11 

20 (m, IH), 3.42 (S, 2H) , 2.07 (3H). 

Using a method similar to Example 37, the following indenes were 
prepared: 



25 


38. 


2-Methyl- 


4( 


or 


7) 


-phenylindene ( 38 ) 




39. 


2-Methyl- 


•4( 


,or 


7) 




4 -methoxypheny 1 ) indene (39) 




40. 


2-Methyl- 


-4 1 


[or 


7) 




[ 4-methylpheny 1 ) indene (40) 




41. 


2-Methyl- 


-4( 


or 


7) 




2-methylphenyl ) indene (41) 




42. 


2-Methyl- 


■4 { 


or 


7] 




[ 2 , 3-dimethylpheny 1 ) indene ( 42 ) 


30 


43. 


2 -Me thy 1- 


•4{ 


ox 


7] 




3 , 5-bis ( trif luoromethyl ) phenyl ) indene ( 43 ) 




44 . 


2 -Me thy 1 - 


•4 


or 


7] 




3 , 5-dimethylphenyl ) indene ( 44 ) 




45. 


2-Methyl- 


•4 


or 


7] 




3 , 5-difluorophenyl) indene ( 45 ) 




46. 


2-Methyl- 


-4 


or 


7^ 




: 2 -naphthy 1 ) indene (46) 




47. 


2-Methyl- 


■4 


; or 


7 




; 4 -N , N-dimethylaminophenyl ) indene ( 47 ) 


35 


48. 


2 -Me thy 1- 


-4 


[or 


7 




[ 4-trif luoromethylphenyl ) indene ( 48 ) 




49. 


2-Methyl- 


-4 


[or 


7 




[ 4-tert-butylphenyl ) indene ( 49 ) 




50. 


2-Methyl- 


•4 


[ or 


7 




( 4 -bipheny 1 ) indene (50) 




51. 


2-Methyl- 


•4 


[or 


7 




( 2-f uranyl ) indene (51) 




52. 


2-Methyl- 


-4 


[or 


7 




( 2 -thieny 1 ) indene (52) 


40 


53. 


2-Methyl- 


-4 


(or 


7 




( 2-pyridyl ) indene (53) 



54. 2-Butyl-4(or 7 ) -phenylindene (54) 

55. 2-Butyl-4(or 7 )-( 1-naphthyl ) indene (55) 

56. 2-Cyclohexyl-4(or 7 ) -phenylindene (56) 

57. 2-Cyclohexyl-4(or 7 )-( 1-naphthyl) indene (57) 



45 




wo 98/40331 PCT/EP98/01232 

109 

58 - Dimethyls ilanediy Ibis { 2-inet:hyl-4- ( 1-naphthyl ) indenyl ) - 

zirconium dichloride (58) 

14*4 ml (50 mmol) of a 20% strength solution of butyllithium in 
5 toluene were added at room temperature to a solution of 10 g 
(38 mmol) of (37) in 100 ml of toluene and 5 ml of THF and the 
mixture was heated at 80**C for 2 hours. The suspension was 
subsequently cooled to O^'C and admixed with 2.5 g (19 mmol) of 
dimethyldichlorosilane. The reaction mixture was heated at 80**C 

10 for another 1 hour and subsequently washed with 50 ml of water. 
The solvent was removed under reduced pressure and the residue 
was recrystallized from heptane at -20**C. 8.2 g of ligand were 
obtained as colorless crystals. 8.0 g (14 mmol) of the ligand 
were dissolved in 70 ml of diethyl ether, admixed at room 

15 temperature with 10.5 ml of a 20% strenght solution of butyl- 
lithium in toluene and subsequently refluxed for 3 hours. The 
solvent was removed under reduced pressure and the residue 
together with 50 ml of hexane was filtered on a G3 Schlenk frit, 
washed with 50 ml of hexane and dried (0.1 mbar, 20*'C). The 

20 dilithium salt was added at -78*'C to a suspension of 3.2 g 
(14 mmol) of zirconium tetrachloride in 80 ml of methylene 
chloride and, while stirring, warmed to room temperature over a 
period of 18 hours. The mixture was filtered on a G3 frit and the 
residue was extracted with a total of 400 ml of methylene 

25 chloride added a little at a time. The combined filtrates were 
very largely freed of solvent under reduced pressure. The 
crystals which precipitated from methylene chloride were 
isolated. This gave 1.5 g of (58) having a racematermeso ratio of 
1:1; Recrystallization from methylene chloride gave the racemic 

30 complex in the form of yellow crystals. 

IH-NMR (300 MHz, CDCI3 ) : 7 . 94-7 . 10 (m, 20H), 6.49 (s, 2H) , 2.22 
(s, 6H), 1.36 (6H). 

59 . Dimethylsilanediylbis ( 2--methyl-4- ( 3 , 5-bistrif luoromethyl ) - 
3 5 phenyl ) indenyl ) z irconium dichloride (59) 

Using a method similar to Example 58, 2-methyl-7- ( 3 , 5-bis- 
(trifluoromethyl) -phenyl )indene was converted into the 
corresponding dimethyls ilyl-bridged zirconocene. 
- 40 iH-NMR (300 MHz, CDCI3 ) : 8.11-6.91 (m, 12H) , 6.84/6.72 (s, 2H), 
2.50/2.27 (s, 6H), 1.52-1-30 (m, 6H) . 
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60 . Dimethylsilanediylbis ( 2-methyl-4- ( 3 , S-dimethylphenyl )- 
indenyl ) zirconium dichloride (60) 

Using a method similar to Example 58, 2-methyl-7- (3 , 5-dimethyl- 
5 phenyl ) indene was converted into the corresponding dimethyl- 
silyl-bridged zirconocene* 

iH-NMR (300 MHz, CDCI3) : 7.67-6.84 (m, 14H) , 2.47-2.27 (m, 18H), 
1.47-1.25 (m, 6H). 

10 61 . Dimethylsilanediylbis ( 2-methyl-4- ( 4-methoxyphenyl )- 
indenyl) zirconium dichloride (61) 

Using a method similar to Example 58, 2-methy 1-7- ( 4-methoxy- 
phenyl ) indene was converted into the corresponding dimethyl- 
15 silyl-bridged zirconocene. 

iH-NMR (300 MHz, CDCI3) : 7.54-6.8 (m, 16H) , 3.81 (s, 6H), 
2.45-2.28 (m, 6H) , 1.45-1.28 (m, 6H). 

62 . Dimethylsilanediylbis (2-methy 1-4- ( 4-methylphenyl)- 
20 indenyl) zirconium dichloride (62) 

Using a method similar to Example 58, 2-methyl-7- (4-methyl- 
phenyl ) indene was converted into the corresponding dimethyl- 
silyl-bridged zirconocene. 
25 iH-NMR (300 MHz, CDCI3) s 7-54-6.8 (m, 16H) , 2.48-2.22 (m, 12H), 
1.50-1.25 (m, 6H). 

63 . Dimethylsilanediylbis ( 2-methy 1-4- ( 2-methylphenyl ) - 
indenyl ) zirconium dichloride ( 63 ) 

30 

Using a method similar to Example 58, 2 -methy 1-7- (2-methyl- 
phenyl ) indene was converted into the corresponding dimethyl- 
silyl-bridged zirconocene. 

iH-NMR (300 MHz, CDCI3): 7.58-6.90 (m, 16H) , 2.49-2.20 (m, 12H), 
35 1.51-1.27 (m, 6H) - 

64 . Dimethylsilanediylbis (2-methy 1-4- (2-naphthyl) indenyl )- 
zirconium dichloride (64) 

40 Using a method similar to Example 58, 2-methyl-7-( 2-naphthyl )- 
indene was converted into the corresponding dimethyls ilyl-bridged 
zirconocene . 

iH-NMR (300 MHz, CDCls): 8.2-7.18 (m, 20H) , 6.03 (s, 2H) , 2.30 
(s, 6H), 1.36 (6H). 

45 
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65 . Dimethyls ilanediy Ibis ( 2-inet:hyl-4- ( 4-tert-bul:ylphenyl ) indenyl ) 
zirconium dichloride (65) 

Using a method similar to Example 58, 2-methyl-7-( 4-tert-butyl- 
5 phenyl )indene was converted into the corresponding dimethyl- 
silyl-bridged zirconocene» 

iH-rNMR (300 MHz, CDCI3 ) : 7.54--6,8 (in, 16H) , 2*48-2.22 (m, 6H), 
1.50-1.25 (m, 6H), 1.32 (s, 18H) . 

10 66 . Dimethyls ilanediy Ibis { 2-methyl-4- ( 2 , 3-dimethylphenyl) indenyl) 
zirconium dichloride (66) 

Using a method similar to Example 58, 2 -me thy l-7-(2 , 3-dimethyl- 
phenyl ) indene was converted into the corresponding dimethyl- 
15 silyl-bridged zirconocene- 

iH-NMR (300 MHz, CDCla): 7.54-6.8 (m, 16H) , 2.48-2.22 (m, 18H) , 
1.50-1.25 (m, 6H). 

67 . Dimethyls ilanediy Ibis ( 2-methyl-4- ( 4-trif luoromethylphenyl ) 
20 indenyl) zirconium dichloride (67) 

Using a method similar to Example 58, 2-methyl-7- (4-trif luoro- 
methylphenyl ) indene was converted into the corresponding 
dimethylsilyl-bridged zirconocene . 
25 iH-NMR (300 MHz, CDCI3): 7.75-6.88 (m, 16H) , 2.50-2.27 (m, 6H), 
1.49-1.22 (m, 6H). 

68 . Dimethylsilanediylbis ( 2-methyl-4- ( 3 , 5-dif luorophenyl ) 
indenyl ) zirconium dichloride (68) 

30 

Using a method similar to Example 58, 2-met hy 1-7- ( 3 , 5-dif luoro- 
phenyl ) indene was converted into the corresponding dimethyl- 
silyl-bridged zirconocene . 

IH-NMR (300 MHz, CDCI3 ) : 7,54-6.8 (m, 16H) , 2-48-2.22 (m, 6H), 
35 1.50-1.25 (m, 6H) . 

69 . Dimethylsilanediylbis ( 2-methyl-4- ( 4-biphenyl ) indenyl)- 
zirconium dichloride (69) 

40 Using a method similar to Example 58, 2-methyl-7-( 4-biphenyl )- 
indene was converted into the corresponding dimethylsilyl-bridged 
zirconocene . 

iH-NMR (300 MHZ, CDCI3): 7.76-7.03 (m, 26H), 2.28 (s, 6H) , 1.37 
(m, 6H) . 
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7 0 . Dimethylsilanediylbis ( 2-but:yl-4-phenyl ) indenyl ) zirconium - 
dichloride (70) 

Using a method similar to Example 58, 2 -butyl- 4 -phenyl indene was 
5 converted into the corresponding dimethyls ilyl-bridged 
zirconocene • 

IH-NMR (300 MHz, CDCI3): 7.70-6.80 (m, 18H) , 2.75 (m, 4H), 1.6-1.3 
(m, 8H), 1-49, 1-32, 1.22 (s, rac, meso, 6H), 0.91-0.82 (m, 6H) . 

10 7 1 . Dimethylsilanediylbis ( 2-methyl-4- ( 4-ddLmethylaminophenyl ) - 
indenyl) zirconium dichloride 

using a method similar to Example 58, 2-methyl-4-(4-dimethyl- 
aminopheny 1 ) indene was converted into the corresponding bridged 
15 z irconocene . 

IH-NMR (300 MHz, CDCI3 ) : 7 • 62-7 . 00 (m, lOH) , 6.88-6.76 (m, 6H) , 
2.95 (S, 12H), 2.42 (s, 6H) , 1.18 (s, 6H) . 

72 . Dimethylsilanediylbis ( 2-cyclohexyl-4-phenyl ) indenyl ) - 
20 zirconium dichloride 

Using a method similar to Example 58, 2-cyclohexyl-4-phenylindene 
was converted into the corresponding bridged zirconocene. 
iH-NMR (300 MHz, CDCI3 ) : 7 . 65-7 . 06 (m, 16H) , 6.92 (s, 2H) , 
25 2.88-2.75 (m, 2H) , 2.00-0-95 (m, 20H), 138 (s, 6H) . 
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We claim: 

1. A process for "the preparation of indanones of the formula II 
5 from indanones of the formula I or of indanones of the 



formula Ila from indanones of the formula la 




and Ila, 



Ri is a Ci-C4o-group such as a C1-C40- hydrocarbon group which. 

30 is bound via a carbon atom and may bear one or more identical 

or different heteroatom-containing radicals as substituents , 
eg. a linear, branched or cyclic Ci-C2o-alkyl group which may 
bear one or more identical or different halogen, OH, 0R2, 
SR2NR22-, PR22-r ~SiR23 or -OSiR23 substituents , a C6-C22-aryl 

35 group which may bear one or more identical or different 

halogen, OH, 0R2, SR2nr22-, PR22-/ -SiR23 or -OSiR23 
substituents, a C7-C2o-alkylaryl group or a C7-C2o-arylalkyl 
groups where the alkyl part may bear one or more identical or 
different halogen, OH, 0R2, SR2nr22-, PR22-/ -SiR23 or -OSiR23 

40 substituents and the aryl part may bear one or more identical 

or different halogen, OH, 0R2, SR2nr22-, PR22-, -SiR23 or 
-OSiR23 substituents, a Ca-Cio-alkenyl group which may bear 
one or more identical or different halogen, OH, 0R2, SR2NR22-r 
-siR23 or «-OSiR23 substituents, a C2-C2o-alkynyl group 

45 which may bear one or more identical or different halogen, 

OH, OR2, SR2NR22-, PR22-, -SiR23 or -OSiR23 substituents , a 
CB-Ci2-arylalkenyl group, where the alkenyl part may bear one 
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or more identical or different halogen^ OH, 0R2, SK^llR^2-f 
PR^2-/ -SiR^a or -OSiR^s substituents and the aryl part may 
bear one or more identical or different halogen, OH, OR^, 
SR2KR22-, PR22-# -SiR23 or -OSiR^a substituents, 
5 or Ri is an Or2, sr2 , NR22, PR22, SiR23 or OSiR23 group, where 

r2 are identical or different and are each a 
Ci-C2o-iiy«i3^oceLrbon group such as a Ci-Cio-alkyl group or 
C6-Ci4-aryl group which may each bear one or more identical or 
different halogen, OH, 0R2, sr2nr22-, PR22-r -SiR23 or -.OSiR23 
10 substituents or two radicals r2 may be joined to form a ring 

system, 

or Ri is a Ci-C2o-^^e'terocyclic group which is bound via a 
carbon atom and may in turn bear Ci-C2o-3:adicals or 
heteroatoms as substituents, 

15 X is a leaving group such as a diazonium group, a halogen 

atom or a C1-C40-, preferably Ci-Cio-group which is bound via 
a heteroatom such as an atom of Group 13, 14, 15 or 16 of the 
Periodic Table of the Elements, eg. boron, silicon, tin, 
oxygen or sulfur, for example Ci-C4o-alkylsulf onate, 

20 Ci-C4o-haloalkylsulfonate, C6-C4o-arylsulf onate, C6-C4o-halo- 

arylsulf onate , C7-C4o-arylalkylsulf onate, C7-C4o-haloaryl- 
alkylsulf onate, Ci-C4o-alkylcarboxylate, Ci-C4o-haloalkyl- 
carboxylate , C6-C4o-arylcarboxylate , C6-C4o-lialoaryl- 
carboxylate, C7-C4o-arylalkylcarboxylate, C7-C4o-haloaryl- 

25 alky Icarboxylate , formate, Ci-C4o-alkyl carbonate, 

Ci-C4o-haloalkyl carbonate, C6-C4o-aryl carbonate, 
C6-C4o-haloaryl carbonate, C7-C4o-arylalkyl carbonate, 
C7-C4o-haloarylalkyl carbonate, Ci-C4o-alkyl phosphonate, 
Ci-C4o-haloalkyl phosphonate, C6-C4o-aryl phosphonate, 

30 C6-C4o-haloaryl phosphonate, C7-C4o-arylalkyl phosphonate or 

C7-C4o-haloarylalkyl phosphonate , 

r3 is a Ci-C4o-hydrocarbon group which is bound via a carbon 
atom and may bear one or more identical or different 
heteroatom-containing radicals as substituents, for example a 

35 linear, branched or cyclic Ci-C20-alkyl group which may bear 

one or more identical or different halogen, OH, 0R2, SR2, 
NR22-, PR22-/ -SiR23 or -OSiR23 substituents , a C6-C22-aryl 
group which may bear one or more identical or different 
halogen, 0R2, SR2 NR22-, NH2, -N2H3, NO2, CN, CO2R2, CEO, COR2, 

40 PR22"r -SiR23 or -OSiR23 substituents, a C7-Ci5-alkylaryl group 

or C7-Ci5-arylalkyl group, where the alkyl part may bear one 
or more identical or different halogen, OH, 0R2, SR2nr22-, 
PR22-, -SiR23 or -OSiR23 substituents and the aryl part may 
bear one or more identical or different halogen, 0R2, 

45 SR2NR22-, NH2, -N2H3, NO2, CN, CO2R2 , CHO , PR22-, «SiR23 or 

-OSiR23 substituents, a C2-Cio-alkenyl group which may bear 
one or more identical or different halogen, OH, 0R2, CO2R2, 
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SR2, NR22-, PR^2-# -SiR23 or -OSiR23 substituentSr a • 
C2-Cio-alkynyl group which may bear one or more identical or 
different halogen, OH, 0R2, sr2, NR22-/ ^^^2-/ -SiRZa ot 
-OSiR23 substituents, a CB-Ci2-arylalkenyl group which may 
5 bear one or more identical or different halogen , OH^ 0R2, SR2, 

NR22-r PR22-f -SiR23 or -OSiR23 substituents, 
or r3 is a halogen atom or an NR22, PR22r B{OR2)2r SiR23 or 
SnR23 group, where r2 are identical or different and are each 
a Ci-C2o-hydrocarbon group, eg* a Ci-Cio-alkyl group or 
10 C6-Ci4-aryl group which may each bear one or more identical or 

different halogen, OH, 0R2, SR2NR22-, PR22-, -SiR23 or -OSiR23 
substituents , or two radicals r2 may be joined to form a ring 
system, 

or r3 is a Ci-C2o-l^eterocyclic group which is bound via a 
15 carbon atom and may in turn bear Ci-C20-i^adicals or 

heteroatoms as substituents, 

yi, y2 and are identical or different and are each a 
hydrogen atom or are as defined for X or r3, and 
y4, ys and are identical or different and are each a 
20 hydrogen atom or are as defined for R^. 

2. A process as claimed in claim 1^ wherein the reaction is 
carried out in a solvent. 

25 3. A process as claimed in claim 1 or 2, wherein the reaction is 
carried out in the presence of a catalyst. 

4. The use of an indanone of the formula I for preparing an 
indanone of the formula II. 

30 

5. The use of an indanone of the formula la for preparing an 
indanone of the formula Ila. 

6- A process for prepsuring an indanone of the formula I as 
35 defined in claim 1, which comprises 

a) reacting an aryl alkyl ketone with formaldehyde under 
basic conditions and 

b) carrying out the cyclization to the indanone under acid 
40 conditions • 

7. An indanone of the formula III, 
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("1) 



Ri* is a Ci-C4o-hydrocaxbon group which is bound via a carbon 

10 atom and may bear one or more identical or different 

heteroatom-containing radicals, except for nitrogen- 
containing radicals, as substituents , eg. a linear, branched 
or cyclic Ci-C20-alkyl group which may bear one or more 
identical or different halogen, OH, 0R2, SR2, PR^j-, -SiR^a or 

15 -OSiR^j substituents, a C6-C22-aryl group which may bear one 

or more identical or different halogen, OH, 0R2, sr2, PRZj-, 
-SiR^a or -OSiR^a substituents, a C7-C2o-alkylaryl group or a 
C7-C2o-arylalkyl group, where the alkyl part may bear one or 
more identical or different halogen, OH, OR^, SR2, PR^j-, 

20 -SiR^a or -OSiR^a substituents and the aryl part may bear one 

or more identical or different halogen, OH, 0R2, SR2, PR22-, 
-SiR^a or -OSdLR^j substituents, a C2-Cio-alkenyl group which 
may bear one or more identical or different halogen, OH, OR^, 
SR2, PR22-, -SiR^a or -OSiR^a substituents, a C2-C2o-alkynyl 

25 group which may bear one or more identical or different 

halogen, OH, 0R2, SR2 , PR22-, -SiR23 or -OSiR23 substituents, a 
Cg-Ci2~arylalkenyl group, where the alkenyl part may bear one 
or more identical or different halogen, OH, 0R2, SR2, PR22-, 
-SiR2a or -OSiR2a substituents and the aryl part may bear one 

30 or more identical or different halogen, OH, 0R2, SR2, PR22-, 

-SiR23 or -OSiR23 substituents, or 

R^' is an 0R2, SR2, nr22, PR22, SiR2a or OSiR23 group, where r2 
are identical or different and are each a Ci-C20-hydrocarbon 
group such as a Ci-Cio-alkyl or C6-Ci4-aryl group which may 

35 each bear one or more identical or different halogen, OH, 

0R2, SR2, NR22-, PR22-r -SiR23 or -OSiR23 substituents , or two 
radicals r2 may be joined to form a ring system or 
Ri' is a Ci-C2o-r preferably C2-C2o-heterocyclic group which is 
bound via a carbon atom and may in turn bear Ci-C2oTadicals 

40 or heteroatoms as substituents, 

X' is a leaving group, preferably a diazonixim group, a 
halogen atom such as chlorine, bromine or iodine, or 
Ci-C4o-alkylsulfonate, Ci-C4o-lialoalkylsulfonate, C6-C4o-aryl- 
sulfonate, C6-C4o-haloarylsulf onate, C7-C4o-arylalkyl- 

45 sulfonate, C7-C4o-haloarylalkylsulf onate, Ci-C4o-alkyl- 

carboxylate, Ci-C4o-haloalkylcarboxylate, C6-C40-aryl- 
carboxylate, C6-C4o-haloarylcarboxylate, C7-C4o-arylalkyl- 
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carboxylate , C7-C4o-haloarylalkylcarboxylat:e , formate, 
Ci-C4o-alkyl carbonate, Ci-C40-haloalkyl carbonate, 
C6-C4o-aryl caxbonate, C6-C4o-haloaryl carbonate, 
C7-C4o-arylalkyl carbonate, C7-C4o-haloarylalkyl carbonate, 
5 Ci-C4o-alkyl phosphonate, Ci-C4o-haloalkyl phosphonate, 

C6-C4o-aryl phosphonate, C6-C4o-haloaryl phosphonate, 
C7-C4o-arylalkyl phosphonate or C7-C40-lialoarylalkyl 
phosphonate , 

10 y and y8 are identical or different and are each a hydrogen 

atom or are as defined for X' or are a C2-C4o-hydrocarbon 
group which is bound via a carbon atom and may bear one or 
more identical or different heteroatom-containing radicals as 
substituents, eg. a linear, branched or cyclic C2-C2o-alkyl 

15 group which may bear one or more identical or different 

halogen, OH, 0R2, SR2 NR22-, Vn^i", -SiR23 or -OSLR^z 
substituents, a C6-C22"aryl group which may bear one or more 
identical or different halogen, Or2, Sr2, NR^j-, NH2, -N2H3, 
NO2, CN, CO2R2, CHO, C0R2, PR22-, -SiR23 or -OSiR^a 

20 substituents, a C7-Ci5-alkylaryl group or C7-Ci5-arylalkyl 

group, where the alkyl part may bear one or more identical or 
different halogen, OH, 0R2, sr2, NR22-, PR22-r -SiR23 or 
-OSiR23 substituents and the aryl part may bear one or more 
identical or different halogen, 0R2, SR2, NR22-, NH2, -N2H3, 

25 NO2, CN, CO2R2, CHO, PR22-r -SiR23 or -OSiR23 substituents, a 

C2-Cio-alkenyl group which may bear one or more identical or 
different halogen, OH, 0R2, SR2, NR22-, PR22-. -SiR23 or 
-OSiR23 substituents, a C2-Cio-alkynyl group which may bear 
one or more identical or different halogen, OH, 0R2, SR2, 

30 NR22-, PR22-f ~SiR23 or -OSiR23 substituents, a C8-Ci2-aryl- 

alkenyl group which may bear one or more identical or 
different halogen, OH, 0R2, SR2, NR22-, PR22-, -SiR23 or 
-OSiR23 substituents, or 

y7 and are each a halogen atom, a NR22, PR22r B<0R2)2, SiR23 
35 or SnR23 group, where r2 are identical or different and are 

each a Ci-C2o-l^ydrocarbon group, eg. a Ci-Cio~alkyl group or 
C6-Ci4-aryl group which may bear one or more identical or 
different halogen, OH, 0R2, SR2, NR22-, PR22-# -SiR23 or 
-OSiR23 substituents, or two radicals r2 may be joined to form 
40 a ring system, or 

and y8 are each a Ci-C20-^eterocyclic group which is bound 
via a carbon atom and may in turn bear Ci-C2oTadicals or 
heteroatoms as substituents, and 

in formula III, at least one of the radicals Y'' and Y^, 
45 preferably Y^, is a hydrogen atom and Y^ is a hydrogen atom. 
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An xndanone of "the formula XV, 




5 



10 



15 



20 



25 



30 



35 



40 



where 

Ri" is a Ci-C4o-group such as a Ca-C4o-hydrocarbon group which 
is bound via a carbon atom and may bear one or more identical 
or different heteroatom-containing radicals as substituents r 
eg. a linear, branched or cyclic Ci-Czo-alkyl group which may 
bear one or more identical or different halogen, OH, 0R2, 
SR^NR^j-, PR22-r -SiR^a or -OSiR^a substituents, a C6-C22-aryl 
group which may bear one or more identical or different 
halogen, OH, 0R2^ SR2nr22-/ PR^j-, -SiR23 or -OSiR^a 
substituents, a C7-C2o-alkylaryl group or a C7-C2o-arylalIcyl 
group, where the alkyl paxt may bear one or more identical or 
different halogen, OH, 0R2, SR2NR22-r PR22-, -SiR23 or -OSlR^a 
substituents and the aryl part may beeo: one or more identical 
or different halogen, OH, 0R2, SR2 nrZj^, PR22-, -SiR23 or 
-OSiR23 substituents, a C2-Cio-alkenyl group which may bear 
one or more identical or different halogen, OH, Or2, SR2NR22-r 
PR22-, -SiR23 or -OSiR23 substituents, a C2-C2o-alkynyl group 
which may bear one or more identical or different halogen, 
OH, 0R2, SR2NR22-, PR22-r -SiR23 or -OSiR23 substituents , a 
C3-Ci2-arylalkenyl group, where the alkenyl part may bear one 
or more identical or different halogen, OH, 0R2, SR2nr22-, 

-siR23 or -OSiR23 substituents and the aryl part may 
bear one or more identical or different halogen, OH, 0R2, 
SR2nr22-, PR22~/ -SiR23 or -OSiR23 substituents r or 
Ri" is an 0R2, SR2, NR22, PR22, SiR23 or OSiR23 group^ where r2 
are identical or different and are each a Ci-C2o-t^ydrocarbon 
group such as a Ci-Cio-alkyl group or C6-Ci4-aryl group which 
may each bear one or more identical or different halogen, OH, 
0R2, SR2NR22-, PR22-r -SiR23 or -OSiR23 substituents , or two 
radicals r2 may be joined to form a ring system, or 
Ri* is a Ci-C2o-l^eterocyclic group which is bound via a carbon 
atom and may in turn bear Ci-C2o-radicals or heteroatoms as 
substituents , 
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r3' is an unsaturated C2-C4o-group such as an unsaturated 
C2-C4o-hydrocarbon group which is bound via a carbon atom and 
may bear one or more identical or different heteroatom- 
containing radicals as substituents , eg. a C«-C22-aryl group 
5 which may bear one or more identical. or different halogen, 

0R2, SR2NR22-» NH2, -N2H3, NO2, CN, CO2R2, CHO, C0R2, VB^i-, 
-SiR^a or -OSiR^a substituents, a Cv-Cis-alkylaryl group or 
C7-Ci5-arylal)cyl group, where the alkyl part may bear one or 
more identical or different halogen, OH, OR*, SR2nr22-» PR*2-r 

10 -SiR23 or -OSiR^a substituents and the aryl part may bear one 

or more identical or different halogen, 0R2, Sr2nr22-» NH2, 
-N2H3, NO2, CN, CO2R2, CHO, FR22-, -SiR'a or -OSiR^a 
substituents, a C2-Cio-allcenyl group which may bear one or 
more identical or different halogen, OH, 0R2, CO2R2, COR2, 

15 SR2, NR22-, PR22-r -SiR23 or -OSiR23 substituents, a 

C2-Cio-alkynyl group which may bear one or more identical or 
different halogen, OH, 0R2, SR2, NR22-/ PR22-, -SiR23 or 
-OSiR23 substituents, a C8-Ci2-arylalkenyl group, which may 
bear one or more identical or different halogen, OH, 0R2, 

20 CO2R2, COR2, SR2, NR22-, PR22-, -SiR23 or -OSiR23 substituents, 

r3' is fluorine, a PR22, B(0R2)2, SiR23 or SnRij group, where 
r2 are identical or different and are each a 
Ci-C2o-hydrocarbon group, eg. a Ci-Cio-alkyl group or 
25 C6-Ci4-aryl group which may each bear one or more identical or 

different halogen, OH, 0R2, SR2IIR22-, VK^i-, -SL^H or -OSiJl23 
substituents, or two radicals r2 may be joined to form a ring 
system, or 

r3' is a Ci-C2o-heterocyclic group which is bound via a carbon 
30 atom and may in turn bear Ci-C2o-radicals or heteroatoms as 

substituents , and 

yio and Yii are identical or different and are each a hydrogen 
atom or are as defined for in formula II, ie. 

35 are a Ci-Cflo-hydrocarbon group which is bound via a carbon 

atom and may bear one or more identical or different 
heteroatom-containing radicals as substituents, eg. a linear, 
branched or cyclic Ci-C2o-alkyl group which may bear one or 
more identical or different halogen, OH, 0R2, SR2, NR22-» 

40 PR^z-, -SiR23 or -OSiR23 substituents, a C6-C22-aryl group 

which may bear one or more identical or different halogen, 
0R2, SR2NR22-, NH2, -N2H3,.N02, CN, CO2R2, CHO, C0R2, PR22-r 
-SiR23 or -OSiR23 substituents, a C7-Ci5-alkylaryl group or 
C7-Ci5-arylalkyl group, where the alkyl part may bear one or 

45 more identical or different halogen, OH, 0R2, SR2NR22-r 2-» 

-SiR23 or -OSiR23 substituents and the aryl part may bear one 
or more identical or different halogen, 0R2, SR2nr22-, NH2, 
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-N2H3, NO2, CN, CO2R2, CHO, PR22-, -SiR23 or -OSiR^s 

substituents, a Cz-Cio-alkenyl group which may bear one or 
more identical or different halogen, OH, OR^, SR2, NR22-, 
PR22-, -SiR23 or -OSiR23 substituents , a C2-Cio-alkynyl group 
which may bear one or more identical or different halogen, 
OH, 0R2, SR2, NR22-, PR22-, -SiR23 or -OSiR23 substituents , a 
CB-Ci2-arylalkenyl group, which may bear one or more identical 
or different halogen, OH, 0R2, CO2R2, COR2, SR2, NR22-, PR22-, 
-SiR23 or -OSiR23 substituents, or 

yio or yii are a halogen atom, a PR22r B(0R2)2, SiR^a or SnRZj 
group, where r2 are identical or different and are each a 
Ci-C2o-l^ydrocarbon group, eg. a Ci-Cio-alkyl group or 
C6-Ci4-aryl group which may each bear one or more identical or 
different halogen, OH, 0R2, SR2nr22-/ ^^^2', -Sxl^^ or -OSlR^s 
substituents, or two radicals r2 may be joined to form a ring 
system, or 

yio or are each a Ci-C2o-heterocyclic group which is bound 
via a carbon atom and may in turn bear Ci-C2o-aradicals or 
heteroatoms as substituents; 

in formula IV, at least one of the radicals Y^o and Y^i, 
preferably Y^^, is a hydrogen atom and is a hydrogen atom. 

9. The use of an indanone of the formula III as defined in 
claim 7, or of an indanone of the formula IV as claimed in 
claim 8, for preparing pharmaceutic ally active compounds or 
active compounds for crop protect ion - 

10. The use of an indanone of the formula II or Ila for preparing 
an indene of the formula V or Va 



30 



35 





(Ila) 



40 



45 




(V) 




(Va) 



where, in the formulae II, Ila, V and Va, the radicals Ri, R^i 
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and are defined as in claim 1 for the formulae II 
and Ila. 

11. The use of an indene of the formula V or Va for preparing a 
5 me-tallocene . 

12. A metallocene compound of the formula VI 



10 



15 



20 




(VI) 



25 where R^r R^r Y^f and are as defined in claim 1 for 

formula II, M is a transition metal of group 4, 5 or 6 of the 
Periodic Table of the Elements, eg. titanium, zirconium, 
hafnium, vanadium, niobium, tantalum, chromium, molybdenum, 
tungsten, preferably titanium, zirconiiim, hafnium, 

30 particularly preferably zirconium, 

r9 and R^o are identical or different and are each a hydrogen 
atom, hydroxy or a halogen atom or a Ci-C40-group such as 
Ci-Cio-alkyl, Ci-Cio-alkoxy, Ce-Cio-aryl, Cg-Cio-aryloxy , 
C2-Cio-alkenyl, C7-C4o-arylalkyl, C7-C4o-alkylaryl, C8-C4o-aryl- 

35 alkenyl, preferably hydrogen, Ci-Cj-alkyl, in particular 

methyl, Ci-Ca-alkoxy, Cg-aryl, Ce-aryloxy, C2-Cio-alkenyl, 
C7-Cio-arylalkyl, Cv-Cio-alkylaryl, C8-Cio-arylalkenyl or a 
halogen atom, in particular chlorine, 
X is zero or 1, 

40 

Rii is a bridge such as 



45 
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where is carbon, silicon, germanium or tin, preferably 
silicon or carbon, in particular silicon, 

10 p is 1, 2 or 3, preferably 1 or 2, in particular 1, 

Ri2 and Ri3 are identical or different and are each a hydrogen 
atom, a halogen atom or a Ci-C2o-gi^ouP such as Ci-C2o-aHtyl, 
C6-Ci4-aryl, Ci-Cio-alkoxy , C2-Cio-alkenyl r C7-C2o-arylalkyl, 
C7-C20-alkylaryl, Ce-Cio-aryloxy , Ci-Cio-f luoroalkyl, 

15 Ce-Cio-haloaryl or C2-Cio'-alkynyl or 

Ri2 and Ri3 together with the atom connecting them form a 
ring; 

preferably, R^^ and R^^ are hydrogen, Ci-Ce-alkyl, Ce-Cio-^aryl, 
Ci-Ce-alkoxy, C2-C4-alkenyl, Cv-Cio-arylalkyl, C7-Cio-alkyl- 
20 aryl, particularly preferably Ci-Cs-alkyI or Ce-Cio-aryl, or 

Ri2 and Ri3 together with the atom connecting them foicm a 
ring. 

13. A metallocene compound of the formula VI as claimed in 
25 claim 12, wherein 



M is zirconium or hafnium, 

r9 and R^o are identical and are each chlorine, 
y^, and are identical and are each hydrogen, 
30 r3 are identical and are each 4- (C4-C8-alkyl) phenyl and 

Rii is dimethylsilyl, diphenylsilyl or methylphenylsilyl 

and X = 1. 
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40 



45 
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